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ULTRAVIOLET RAY CURABLE INK
COMPOSITION FOR USE IN INK JET
METHOD AND PRINTED OBJECT

CROSS-REFERENCE TO RELATED
APPLICATION

This application 1s based on and claims a priority from a
Japanese Patent Application No. 2012-264696 filed on Dec.
3, 2012, which 1s hereby expressly incorporated by reference
herein 1n 1ts entirety.

BACKGROUND

1. Technical Field

The present invention relates to an ultraviolet ray curable
ink composition for use 1 an ik jet method (heremafter,
simply referred to as “ultraviolet ray curable ik composi-
tion”) and a printed object.

2. Related Art

Conventionally, as a method of manufacturing a trinket
showing an appearance having gloss, used 1s a metal plating,
a metal foil press printing using a metal foil, a thermal
transier using a metal foil or the like.

However, there are problems in that a fine pattern 1s
hardly to be formed by using such methods or such methods
are diflicult to be used for a curved surface portion. Fur-
thermore, the metal fo1l press printing 1s difficult to achieve
on-demand printing, so that there are problems in that it 1s
dificult to supply various kinds of print materials or 1t 1s
difficult to form metal-texture printing having gradation.

On the other hand, as a method of recording a composi-
tion containing a pigment or a dye onto a recording medium,
used 1s a method of recording the composition using an 1nk
jet method. The ink jet method has such advantages as to be
able to form the fine pattern or to be used for the curved
surface portion. Further, in order to further improve wear
resistance, water resistance, solvent resistance and the like
ol a printed portion, recently, a composition (ultraviolet ray
curable 1k composition), which includes a polymerizable
compound and can be cured due to ultraviolet ray 1rradia-
tion, 1s used in the ik jet method (for example, Patent
document 1).

However, in the case where metal particles of metal
powder are used instead of the pigment or the dye in the
ultraviolet ray curable ink composition, there 1s a problem in
that 1t 1s diflicult to sufliciently exhibit properties such as
gloss provided inherently by the metal. In addition, stability
(storage stability) of the composition 1s lowered. This causes
a problem 1n that the composition 1s turned into a gel, and
thus ejection stability of the composition 1s lowered due to
viscosity increase thereof.

The Patent Document 1 1s JP-A 2009-57548 which 1s an
example of related art.

SUMMARY

Accordingly, 1t 1s an object of the present invention to
provide an ultraviolet ray curable ink composition which has
excellent storage stability, can provide excellent dispersion
stability of metal particles of metal powder, and can be
reliably used for producing a pattern (printed portion) hav-
ing high gloss and excellent wear resistance. Furthermore, 1t
1s another object of the present invention to provide a printed
object having such a pattern having high gloss and excellent
wear resistance produced by using the ultraviolet ray curable
ink composition.
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These objects are achieved by the present inventions
described below.

An ultraviolet ray curable ink composition adapted to be
¢jected by using an ink jet method of the invention, com-
Prises:

a polymerizable compound;

metal powder; and

a liquid component having an alicyclic structure including
a hetero atom:

wherein the metal powder 1s constituted from metal
particles subjected to a surface treatment with a fluorine type
silane compound and/or a fluorine type phosphoric acid ester
as a surface treatment agent, and

wherein an amount of the liquid component contained 1n
the ultraviolet ray curable ink composition 1s 1n the range of
0.05 mass % or more but 7.0 mass % or less.

This makes it possible to provide the ultraviolet ray
curable 1nk composition which has excellent storage stabil-
ity, can provide excellent dispersion stability of the metal
particles of the metal powder, and can be reliably used for
producing a pattern (printed portion) having high gloss and
excellent wear resistance.

In the ultraviolet ray curable ink composition of the
invention, it 1s preferred that the alicyclic structure including
the hetero atom of the liquid component includes a lactone
structure and/or a lactam structure.

This makes 1t possible to improve the storage stability of
the ultraviolet ray curable ink composition especially, and
gloss of a printed portion of a printed object produced by
using the ultraviolet ray curable ink composition.

In the ultraviolet ray curable ink composition of the
invention, 1t 1s also preferred that the alicyclic structure
including the hetero atom of the liquid component 1includes
a cyclic structure of a five-membered ring.

This makes 1t possible to improve the storage stability of
the ultraviolet ray curable ink composition especially, and
the gloss of the printed portion of the printed object pro-
duced by using the ultraviolet ray curable ink composition.

In the ultraviolet ray curable ink composition of the
invention, 1t 1s also preferred that a number of the hetero
atom 1included 1n the alicyclic structure 1s 1.

This makes 1t possible to improve the storage stability of
the ultraviolet ray curable ink composition especially, and
the gloss of the printed portion of the printed object pro-
duced by using the ultraviolet ray curable ink composition.

In the ultraviolet ray curable ink composition of the
invention, 1t 1s also preferred that each of the metal particles
of the metal powder 1s constituted from a base particle and
Al constituting at least a surface of the base particle, and the
metal particle 1s subjected to the surface treatment with the
fluorine type silane compound and/or the fluorine type
phosphoric acid ester.

Al iherently shows especially excellent gloss among
various kinds of metal materials. However, 1n the case where
powder constituted from particles formed from Al 1s used 1n
an ultraviolet ray curable ink composition, the present
inventors have found that storage stability of the ultraviolet
ray curable ik composition becomes particularly low, the
ultraviolet ray curable ink composition 1s turned 1nto a gel,
and therefore the problems such as lowering of ejection
stability of the ultraviolet ray curable ink composition due to
viscosity 1ncrease thereol occur more remarkably. On the
other hand, even 11 the powder constituted from the particles
of which surfaces are constituted of Al 1s used i1n the
invention, 1t 1s possible to reliably prevent the problems as
described above from occurring. Specifically, 1in the metal
powder constituting the ultraviolet ray curable 1nk compo-
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sition, the metal particles, of which at least surfaces are
constituted of Al as a main component thereolf, of the metal
powder are subjected to a surface treatment with a fluorine
type silane compound and/or a fluorine type phosphoric acid
ester. This makes i1t possible to exhibit the effects of the
invention conspicuously.

In the ultraviolet ray curable ik composition of the
invention, 1t 1s also preferred that when the metal particles
of the metal powder are subjected to the surface treatment
with the fluorine type silane compound the fluorine type
silane compound has a chemical structure represented by the
following formula (1):

RlSinaRz(B—a) (1)

where in the above formula (1), “R"” represents a hydro-
carbon group 1n which a part or all of hydrogen atoms are
substituted with fluorine atoms, “X"” represents a hydrolysis
group, an ether group, a chloro group or a hydroxyl group,
“R*” represents an alkyl group having a carbon number in
the range of 1 or more but 4 or less, and “a” 1s an integral
number 1n the range of 1 or more but 3 or less.

This makes it possible to improve the storage stability of
the ultraviolet ray curable ink composition especially, and
the gloss and wear resistance of the printed portion of the
printed object produced by using the ultraviolet ray curable
ink composition.

In the ultraviolet ray curable ink composition of the
invention, 1t 1s also preferred that when the metal particles
of the metal powder are subjected to the surface treatment
with the fluorine type phosphoric acid ester, the fluorine type
phosphoric acid ester has a chemical structure represented
by the following formula (2):

POR,(OH)3,, (2)
where 1n the above formula (2), “R” 1s CF,(CF,) —,
ClF,(Cl,), (CHy)—,  CF3(CF,),(CH,0)—,  CE;(CE,),

(CH,CH,O)—, CF,(CF,),O— or CF,(CF,), (CH,)0—,
“n” 1s an 1mtegral number 1n the range of 1 or more but 3 or
less, “m™ 1s an 1integral number in the range of 5 or more but
17 or less, and “1” 1s an integral number 1n the range of 1
or more but 12 or less.

This makes 1t possible to improve the storage stability of
the ultraviolet ray curable ink composition especially, and
the gloss and the wear resistance of the printed portion of the
printed object produced by using the ultraviolet ray curable
ink composition.

In the ultraviolet ray curable ik composition of the
invention, 1t 1s also preferred that when the metal particles
of the metal powder are subjected to the surface treatment
with the fluorine type phosphoric acid ester, the fluorine type
phosphoric acid ester 1s represented by CF,(CF,). (CH,),0
(P)(OH), and/or CF,(CF,); (CH,),O(P)(OH)(OCH,CH,).

This ensures that the metal particles of the metal powder
are subjected to the surface treatment reliably and sutli-
ciently. As a result, 1t 1s possible to improve chemical
stability and dispersion stability of the metal particles of the
metal powder 1n the ultraviolet ray curable ink composition
and make the storage stability and the ejection stability for
a long period of time of the ultraviolet ray curable ink
composition excellent. Further, 1n the printed object pro-
duced by using the ultraviolet ray curable ink composition,
it 1s possible to reliably arrange the metal particles of the
metal powder at the vicimity of an outer surface of the
printed portion, so that 1t 1s possible to efhiciently exhibit
characteristics such as the gloss which are inherently pos-
sessed by a metal material of the metal particles constituting

the metal powder. Further, even 1f a polymerizable com-
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pound having low surface tension 1s used as a constituent
material of the ultraviolet ray curable 1nk composition, 1t 1s
possible to reliably arrange the metal particles of the metal
powder at the vicinity of the outer surface of the printed
portion 1n the printed object produced by using the ultra-
violet ray curable ink composition. Consequently, it 1s
possible to efliciently exhibit the characteristics such as the
gloss which are inherently possessed by the metal material
of the metal particles constituting the metal powder.

In the ultraviolet ray curable ink composition of the
invention, it 1s also preferred that the polymerizable com-
pound includes a monomer having an alicyclic structure.

This makes 1t possible to improve the storage stability of
the ultraviolet ray curable ink composition especially, and
the gloss and the wear resistance of the printed portion of the
printed object produced by using the ultraviolet ray curable
ink composition.

In the ultraviolet ray curable ink composition of the
invention, 1t 1s also preferred that an amount of the monomer
having the alicyclic structure contained in the ultraviolet ray
curable ink composition 1s 1n the range of 40 mass % or more
but 90 mass % or less.

This makes it possible to improve the dispersion stability
of metal particles of metal powder, and therefore obtain the
excellent ejection stability of the ultraviolet ray curable 1nk
composition for a long period of time. In particular, even 1f
the ultraviolet ray curable ink composition does not contain

a dispersant, the excellent eflects as described above are
obtained.

In the ultraviolet ray curable ink composition of the
invention, 1t 1s also preferred that the monomer having the
alicyclic structure includes a monofunctional monomer hav-
ing a hetero atom 1n the alicyclic structure.

This makes it possible to improve the dispersion stability
of metal particles of metal powder, and therefore obtain the
excellent ejection stability of the ultraviolet ray curable 1nk
composition for the long period of time. In particular, even
if the ultraviolet ray curable ink composition does not
contain a dispersant, the excellent eflects as described above
are obtained.

In the ultraviolet ray curable ink composition of the
invention, 1t 1s also preferred that an amount of the mono-
functional monomer contained in the ultraviolet ray curable
ink composition 1s 1n the range of 10 mass % or more but 80
mass % or less.

This makes 1t possible to suppress cure shrinkage of the
ultraviolet ray curable ink composition, thereby reliably
obtaining the ultraviolet ray curable ink composition 1n
which the metal particles are scattered 1in a small amount
thereof. Consequently, 1t i1s possible to reliably use the
ultraviolet ray curable ik composition for producing the
printed object provided with the pattern (printed portion)
having excellent gloss.

In the ultraviolet ray curable ink composition of the
invention, 1t 1s also preferred that the monomer having the
alicyclic structure includes one or more selected from the
group consisting of tris(2-acryloyloxy ethyl) 1socyanurate,
dicyclopentenyl oxyethyl acrylate, adamantyl acrylate, y-bu-
tyrolactone acrylate, N-vinyl caprolactam, N-vinyl pyrroli-
done, pentamethyl piperidyl acrylate, tetramethyl piperidyl
acrylate, 2-methyl-2-adamantyl acrylate, 2-ethyl-2-adaman-
tyl acrylate, mevalomic acid lactone acrylate, dimethylol
tricyclodecane diacrylate, dimethylol dicyclopentane dia-
crylate, dicyclopentenyl acrylate, dicyclopentanyl acrylate,
1sobornyl acrylate, cyclohexyl acrylate, acryloyl morpholine
and tetrahydrofurturyl acrylate.
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This makes 1t possible to further improve the gloss and
high-grade sense of the printed object to be produced by

using the ultraviolet ray curable ik composition. Further-
more, 1t 1s possible to further improve the storage stability
and the ejection stability of the ultraviolet ray curable ink
composition.

In the ultraviolet ray curable ink composition of the
invention, 1t 1s also preferred that the polymerizable com-
pound includes one or more selected from the group con-
sisting of phenoxy ethyl acrylate, 2-(2-vinyloxy ethoxy)
cthyl acrylate, dipropylene glycol diacrylate, tripropylene
glycol diacrylate, 2-hydroxy-3-phenoxy propyl acrylate and
4-hydroxy butyl acrylate 1n other than the monomer having
the alicyclic structure.

In this case, 1t 1s possible to especially improve the storage
stability and the ejection stability of the ultraviolet ray
curable 1k composition, and to make reactivity of the
ultraviolet ray curable ink composition ejected by the 1nk jet
method more excellent. This makes 1t possible to further
improve productivity of the printed object and the wear
resistance and the like of the pattern to be formed.

A printed object of the invention 1s produced by applying
the ultraviolet ray curable ink composition described above
onto a recording medium, and then 1rradiating the ultraviolet
ray curable ink composition with an ultraviolet ray.

This makes it possible to provide the printed object
including the pattern (printed portion) having excellent gloss
and excellent wear resistance.

DESCRIPTION OF EXEMPLARY
EMBODIMENT

Hereinbelow, preferred embodiments of the invention waill
be described 1n detail.

Ultraviolet Ray Curable Ink Composition

First, an ultraviolet ray curable ink composition for use in
an 1nk jet method (heremnafter, simply referred to as “ultra-
violet ray curable ink composition™) of the invention will be
described.

The ultraviolet ray curable 1nk composition of the inven-
tion 1s adapted to be ejected using the ik jet method and
includes a polymerizable compound which 1s polymerized
by irradiating with an ultraviolet ray.

Meanwhile, conventionally, as a method of manufactur-
ing a trinket showing an appearance having gloss, used is a
metal plating, a metal fo1l press printing using a metal foil,
a thermal transfer using a metal foil or the like.

However, there are problems in that a fine pattern 1s
hardly to be formed by using such methods or such methods
are diflicult to be used with respect to a curved surface
portion. Further, there 1s also a problem 1n that the use of the
metal foil press printing cannot form a metal-texture printing,
having a gradation.

On the other hand, as a method of recording a composi-
tion containing a pigment or a dye onto a recording medium,
used 1s a method of recording the composition using an 1nk
jet method. The 1nk jet method has such advantages as to be
able to form the fine pattern or to be used with respect to the
curved surface portion. Further, in order to further improve
wear resistance, water resistance, solvent resistance and the
like of a printed portion, recently, a composition (ultraviolet
ray curable ink composition), which includes a polymeriz-
able compound and can be cured due to ultraviolet ray
irradiation, 1s used 1n the ik jet method.

However, 1n the case where metal powder are used 1nstead
of the pigment or the dye 1n the ultraviolet ray curable 1nk
composition, there 1s a problem in that 1t 1s dificult to
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suiliciently exhibit properties such as gloss provided inher-
ently by the metal. In addition, stability (storage stability) of
the composition 1s lowered. This causes a problem in that the
composition 1s tuned 1nto a gel, and thus ejection stability
and the like of the composition 1s lowered due to viscosity
increase thereof.

Accordingly, the present imnventors have earnestly con-
ducted studies for a purpose of solving the above problems.
As a result, they have found the invention. In other words,
the ultraviolet ray curable 1ink composition of the invention
contains a liqmd component having an alicyclic structure
including a hetero atom in addition to the polymerizable
compound and metal powder. Metal particles of the metal
powder are subjected to a surface treatment with a fluorine
type silane compound and/or a fluorine type phosphoric acid
ester as a surface treatment agent. An amount of the liquid
component contained in the ultraviolet ray curable ink
composition 1s 1n the range of 0.05 mass % or more but 7.0
mass % or less. Even 1f an amount of a dispersant contained
in the ultraviolet ray curable ink composition 1s low or the
ultraviolet ray curable ink composition contains no disper-
sant, 1t 1s possible to improve chemical stability and disper-
sion stability of the metal particles of the metal powder 1n
the ultraviolet ray curable ink composition and make the
storage stability and the ejection stability for a long period
of time of the ultraviolet ray curable ink composition
excellent. Further, 1t 1s possible to reliably arrange the metal
particles of the metal powder at the vicinity of an outer
surface of a printed portion in a printed object produced by
using the ultraviolet ray curable ink composition. Conse-
quently, 1t 1s possible to efliciently exhibit characteristics
such as gloss which are inherently possessed by a metal
material of the metal particles constituting the metal powder.

In the invention, the alicyclic structure means a cyclic
structure having no aromatic property (pi-conjugated sys-
tem ), which includes a hetero atom as a constituent atom in
addition to the cyclic structure formed of only carbon atoms.
Further, the liquid component having the alicyclic structure
including the hetero atom has only to such an alicyclic
structure. In addition to that, the liquud component may be
provided with a cyclic structure having an aromatic property
(cyclic structure having pi-conjugated system). Further, 1n
the invention, the liquid component having the alicyclic
structure including the hetero atom means to have an alicy-
clic structure including a cyclic structure formed by a
covalent bond 1n a molecule thereot, which include a hetero
atom as atoms forming the cyclic structure, be 1 a liquid
form as a simple substance at the room temperature (25° C.),
and have no ultraviolet ray curing property.

Metal Powder

As described above, the ultraviolet ray curable ink com-
position of the invention contains the metal particles which
are subjected to the surface treatment with the fluorine type
silane compound and/or the fluorine type phosphoric acid
ester as the surface treatment agent as the metal powder.

Base Particles

First, description will be made on base particles consti-
tuting the metal particles (particles to be subjected to the
surface treatment with the surface treatment agent).

Each of the base particles constituting the metal particles
may be constituted of a metal material in an area including
at least the vicimity of a surface thereof. For example, the
whole of the base particle may be constituted of the metal
material. Alternatively, the base particle may be constituted
from a base portion constituted of a non-metal material and
a coated layer constituted of the metal material coating the
base portion.

e
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Further, examples of the metal material constituting the
base particles included a metal as a simple substance,
various kinds of alloys and the like. It 1s preferred that the
base particles are constituted of Al 1n at least the vicinity of
the surfaces thereol mainly. Al mnherently shows especially
excellent gloss among various kinds of metal materials.
However, in the case where powder constituted from par-
ticles formed from Al 1s used 1n an ultraviolet ray curable ink
composition, the present inventors have found that storage
stability of the ultraviolet ray curable ink composition
becomes particularly low, the ultraviolet ray curable ink
composition 1s turned 1nto a gel, and therefore the problems
such as lowering of ejection stability of the ultraviolet ray
curable mk composition due to viscosity increase thereof
occur more remarkably. On the other hand, even if the
powder constituted from the particles of which surfaces are
constituted of Al 1s used 1n the invention, it 1s possible to
reliably prevent the problems as described above from
occurring. Specifically, 1n the metal powder constituting the
ultraviolet ray curable ink composition, the metal particles,
of which at least surfaces are constituted of Al as a main
component thereol, are subjected to the surface treatment
with the surface treatment agent (the fluorine type silane
compound and/or the fluorine type phosphoric acid ester).
This makes 1t possible to exhibit the effects of the invention
conspicuously.

Further, the base particles may be produced by using any
methods. In the case where at least the surfaces of the base
particles are formed from Al, 1t 1s preferred that they are
produced by forming a film made of Al on each particle by
using a vapor phase film formation method, and then crush-
ing the film. This makes it possible to more eflectively
express the gloss and the like which Al inherently has 1n the
pattern (printed portion) formed by using the ultraviolet ray
curable 1nk composition of the invention. Further, this also
makes 1t possible to suppress varnation among the base
particles 1 property. Furthermore, by using such a method,
it 1s possible to appropriately produce even relatively fine
base particles.

In the case where the base particles are produced by using
such a method, for example, by forming (film-forming) the
film made of Al onto a base material (base), it 1s possible to
appropriately produce the base particles. As the base mate-
rial, for example, a plastic film such as polyethylene
terephthalate can be used. Further, the base material may
have a release agent layer provided on a film-formation
surtace thereof.

Furthermore, it 1s preferred that the crushing 1s carried out
by subjecting the film to ultrasonic vibration i a liquid. This
makes 1t possible to easily and reliably obtain the base
particles having the particle size as described above and to
suppress variation of the particles in a size, a shape and
property from occurring.

Further, in the case where the crushing 1s carried out in the
above method, as the above mentioned liquid, it 1s preferable
to use: alcohols such as methanol, ethanol, propanol and
butanol; hydrocarbon-based compounds such as n-heptane,
n-octane, decane, dodecane, tetradecane, toluene, xylene,
cymene, durene, indene, dipentene, tetrahydro naphthalene,
decahydro naphthalene and cyclohexyl benzene; ether-based
compounds such as ethylene glycol dimethyl ether, ethylene
glycol diethyl ether, ethylene glycol methyl ethyl ether,
diethylene glycol dimethyl ether, diethylene glycol diethyl
cther, diethylene glycol methyl ethyl ether, diethylene glycol
monobutyl ether acetate, diethylene glycol n-butyl ether,
tripropylene glycol dimethyl ether, triethylene glycol diethyl
cther, 1,2-dimethoxy ethane, bis(2-methoxy ethyl) ether and
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p-dioxane; polar compounds such as propylene carbonate,
v-butyrolactone, N-methyl-2-pyrolidone, N,N-dimethyl for-
mamide (DMF), N,N-dimethyl acetamide (DMA), dimethyl
sulfoxide, cyclohexanone and acetonitrile; and the like. By
using such a liquid, 1t 1s possible to prevent undesirable
oxidation and the like of the base particles and to further
improve productivity of the base particles and the metal
particles of the metal powder. Further, 1t 1s also possible to
make the vanation of the particles 1n the size, the shape and
the property smaller.

Surface Treatment Agent

As described above, the metal particles of the metal
powder according to the invention are subjected to the
surface treatment with the fluorine type silane compound
and/or the fluorine type phosphoric acid ester as the surface
treatment agent.

First, description will be made on the fluorine type silane
compound 1n the surface treatment agent.

Examples of the fluorine type silane compound include a
silane compound having at least one fluorine atom 1n a
molecule thereof.

As the fluorine type silane compound as the surface
treatment agent, a compound having a chemical structure
represented by the following formula (1) 1s especially pret-
erable.

RISIX' R% 3. (1)

In the above formula (1), “R"'” is a hydrocarbon group in
which a part of hydrogen atoms or all hydrogen atoms are
substituted with fluorine atom(s), “X"” is a hydrolysable
group, an ether group, a chloro group or a hydroxyl group,
“R*” is an alkyl group having carbon numbers in the range
of 1 or more but 4 or less, and “a” 1s an 1ntegral number of
1 or more but 3 or less.

This makes 1t possible to improve the storage stability of
the ultraviolet ray curable ink composition especially, and
the gloss and the wear resistance of the printed portion of the
printed object produced by using the ultraviolet ray curable
ink composition.

Examples of “R'” in the above formula (1) include an
alkyl group, an alkenyl group, an aryl group, an aralkyl
group and the like 1n which a part of hydrogen atoms or all
hydrogen atoms are substituted with the fluorine atom(s).
Further, at least a part of hydrogen atoms contained in a
molecular structure of each of such groups (that 1s, hydrogen
atoms not substituted with the fluorine atoms) may be
substituted with an amino group, a carboxyl group, a
hydroxyl group, a thiol group or the like. Furthermore, a
carbon chain contained in each of the above groups may
include a hetero atom such as —O—, —S—, —NH— or
—N— or an aromatic ring such as benzene 1 a middle
thereof. Concrete examples of “R'” include a phenyl group,
a benzyl group, a phenethyl group, a hydroxy phenyl group,
a chloro phenyl group, an amino phenyl group, a naphthyl
group, an anthranyl group, a pyrenyl group, a thuenyl group,
a pyrrolyl group, a cyclohexyl group, a cyclohexenyl group,
a cyclopentyl group, a cyclopentenyl group, a pyridinyl
group, a methyl group, an ethyl group, a n-propyl group, an
1sopropyl group, a n-butyl group, an 1sobutyl group, a
sec-butyl group, a tert-butyl group, an octadecyl group, a
n-octyl group, a chloro methyl group, a methoxy ethyl
group, a hydroxy ethyl group, an amino ethyl group, a cyano
group, a mercapto propyl group, a vinyl group, an allyl
group, an acryloxy ethyl group, a methacryloxy ethyl group,
a glycidoxy propyl group, an acetoxy group and the like, 1n
which a part of the hydrogen atoms or all hydrogen atoms
are substituted with the fluorine atom(s).
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Examples of the fluorine type silane compound repre-
sented by the formula (1) include a compound having a
structure 1n which a part of the hydrogen atoms or all
hydrogen atoms included 1n the following silane compounds
are substituted with the fluorine atom(s). Concrete examples
of following silane compounds include dimethyl dimethoxy
silane, diethyl diethoxy silane, 1-propenyl methyl dichloro
silane, propyl dimethyl chloro silane, propyl methyl dichloro
silane, propyl trichloro silane, propyl triethoxy silane, pro-
pyl trimethoxy silane, styryl ethyl trimethoxy silane, tetra-
decyl trichloro silane, 3-thiocyanate propyl triethoxy silane,
p-tolyl dimethyl chloro silane, p-tolyl methyl dichloro
silane, p-tolyl trichloro silane, p-tolyl trimethoxy silane,
p-tolyl triethoxy silane, di-n-propyl di-n-propoxy silane,
duisopropyl diisopropoxy silane, di-n-butyl di-n-butyloxy
silane, di-sec-butyl di-sec-butyloxy silane, di-t-butyl di-t-
butyloxy silane, octadecyl trichloro silane, octadecyl methyl
diethoxy silane, octadecyl triethoxy silane, octadecyl
trimethoxy silane, octadecyl dimethyl chloro silane, octade-
cyl methyl dichloro silane, octadecyl methoxy dichloro
silane, 7-octenyl dimethyl chloro silane, 7-octenyl trichloro
silane, 7-octenyl trimethoxy silane, octyl methyl dichloro
silane, octyl dimethyl chloro silane, octyl trichloro silane,
10-undecenyl dimethyl chloro silane, undecyl trichloro
silane, vinyl dimethyl chloro silane, methyl dodecyl dime-
thoxy silane, methyl dodecyl diethoxy silane, methyl octa-
decyl dimethoxy silane, methyl octadecyl diethoxy silane,
n-octyl methyl dimethoxy silane, n-octyl methyl diethoxy
silane, triacontyl dimethyl chloro silane, triacontyl trichloro
silane, methyl trimethoxy silane, methyl triethoxy silane,
methyl tri-n-propoxy silane, methyl triisopropoxy silane,
methyl tri-n-butyloxy silane, methyl tri-sec-butyloxy silane,
methyl tri-t-butyloxy silane, ethyl trimethoxy silane, ethyl
tricthoxy silane, ethyl tri-n-propoxy silane, ethyl tri-1so-
propoxy silane, ethyl-n-butyloxy silane, ethyl tri-sec-buty-
loxy silane, ethyl tri-t-butyloxy silane, n-propyl trimethoxy
silane, 1sobutyl trimethoxy silane, n-hexyl trimethoxy silane,
hexadecyl trimethoxy silane, n-octyl trimethoxy silane,
n-dodecyl triethoxy silane, n-octadecyl trimethoxy silane,
n-propyl triethoxy silane, 1sobutyl triethoxy silane, n-hexyl
triethoxy silane, hexadecyl triethoxy silane, n-octyl tri-
cthoxy silane, n-dodecyl trimethoxy silane, n-octadecyl tri-
cthoxy silane, 2-[2-(trichloro silyl) ethyl|pyrnidine, 4-[2-
(trichloro silyl) ethyl]pyridine, diphenyl dimethoxy silane,
diphenyl diethoxy silane, 1,3-(trichloro silyl methyl) hepta-
cosane, dibenzyl dimethoxy silane, dibenzyl diethoxy silane,
phenyl trimethoxy silane, phenyl trimethyl dimethoxy
silane, phenyl dimethyl methoxy silane, phenyl dimethoxy
silane, phenyl diethoxy silane, phenyl methyl diethoxy
silane, phenyl dimethyl ethoxy silane, benzyl triethoxy
silane, benzyl trimethoxy silane, benzyl methyl dimethoxy
silane, benzyl dimethyl methoxy silane, benzyl dimethoxy
silane, benzyl diethoxy silane, benzyl methyl diethoxy
silane, benzyl dimethyl ethoxy silane, benzyl triethoxy
silane, dibenzyl dimethoxy silane, dibenzyl diethoxy silane,
3-acetoxy propyl trimethoxy silane, 3-acryloxy propyl
trimethoxy silane, allyl trimethoxy silane, allyl triethoxy
silane, 4-amino butyl triethoxy silane, (amino ethyl amino
methyl) phenethyl trimethoxy silane, N-(2-amino ethyl)-3-
amino propyl methyl dimethoxy silane, N-(2-amino ethyl)-
3-amino propyl trimethoxy silane, 6-(amino hexyl amino
propyl) trimethoxy silane, p-amino phenyl trimethoxy
silane, p-amino phenyl ethoxy silane, m-amino phenyl
trimethoxy silane, m-amino phenyl ethoxy silane, 3-amino
propyl trimethoxy silane, 3-amino propyl triethoxy silane,
w-amino undecyl trimethoxy silane, amyl triethoxy silane,
benzooxasilepin dimethyl ester, 3-(bicycloheptenyl) tri-
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cthoxy silane, bis(2-hydroxy ethyl)-3-amino propyl tri-
cthoxy silane, 8-bromo octyl trimethoxy silane, bromo phe-
nyl trimethoxy silane, 3-bromo propyl trimethoxy silane,
n-butyl trimethoxy silane, 2-chloro methyl triethoxy silane,
chloro methyl methyl diethoxy silane, chloro methyl methyl
duisopropoxy silane, p-(chloro methyl) phenyl trimethoxy
silane, chloro methyl triethoxy silane, chloro phenyl tri-
cthoxy silane, 3-chloro propyl methyl dimethoxy silane,
3-chloro propyl triethoxy silane, 3-chloro propyl trimethoxy
silane, 2-(4-chloro sulfonyl phenyl) ethyl trimethoxy silane,
2-cyano ethyl triethoxy silane, 2-cyano ethyl trimethoxy
silane, cyano methyl phenethyl triethoxy silane, 3-cyano
propyl triethoxy silane, 2-(3-cyclohexenyl) ethyl trimethoxy
silane, 2-(3-cyclohexenyl) ethyl triethoxy silane, 3-cyclo-
hexenyl trichloro silane, 2-(3-cyclohexenyl) ethyl trichloro
silane, 2-(3-cyclohexenyl) ethyl dimethyl chloro silane,
2-(3-cyclohexenyl) ethyl methyl dichloro silane, cyclohexyl
dimethyl chloro silane, cyclohexyl ethyl dimethoxy silane,
cyclohexyl methyl dichloro silane, cyclohexyl methyl dime-
thoxy silane, (cyclohexyl methyl) trichloro silane, cyclo-
hexyl trichloro silane, cyclohexyl trimethoxy silane,
cyclooctyl trichloro silane, (4-cyclooctenyl) trichloro silane,
cyclopentyl trichloro silane, cyclopentyl trimethoxy silane,
1,1-diethoxy-1-silacyclopenta-3-en, 3-(2,4-dinitro phenyl
amino) propyl triethoxy silane, (dimethyl chloro silyl)
methyl-7,7-dimethyl norpinane, (cyclohexyl amino methyl)
methyl diethoxy silane, (3-cyclopentadienyl propyl) tri-
cthoxy silane, N,N-diethyl-3-amino propyl) trimethoxy
silane, 2-(3,4-epoxy cyclohexyl) ethyl trimethoxy silane,
2-(3,4-epoxy cyclohexyl) ethyl triethoxy silane, (furfuryl
oxy methyl) triethoxy silane, 2-hydroxy-4-(3-triethoxy
propoxy) diphenyl ketone, 3-(p-methoxy phenyl) propyl
methyl dichloro silane, 3-(p-methoxy phenyl) propyl
trichloro silane, p-(methyl phenethyl) methyl dichloro
silane, p-(methyl phenethyl) trichloro silane, p-(methyl
phenethyl) dimethyl chloro silane, 3-morpholino propyl
trimethoxy silane, (3-glycidoxy propyl) methyl diethoxy
silane, 3-glycidoxy propyl trimethoxy silane, 1,2,3,4.,7,7-
hexachloro-6-methyl diethoxy silyl-2-norbornene, 1,2,3,4.7,
7-hexachloro-6-triethoxy silyl-2-norbornene, 3-10do propyl
trimethoxy silane, 3-1socyanate propyl triethoxy silane,
(mercapto methyl) methyl diethoxy silane, 3-mercapto pro-
pyl methyl dimethoxy silane, 3-mercapto propyl dimethoxy
silane, 3-mercapto propyl triethoxy silane, 3-methacryloxy
propyl methyl diethoxy silane, 3-methacryloxy propyl
trimethoxy silane, methyl {2-(3-trimethoxy silyl propyl
amino) ethyl amino}-3-propionate, 7-octenyl trimethoxy
silane, R—N-a.-phenethyl-N'-triethoxy silyl propyl urea,
S—N-a-phenethyl-N'-triethoxy silyl propyl urea, phenethyl
trimethoxy silane, phenethyl methyl dimethoxy silane,
phenethyl dimethyl methoxy silane, phenethyl dimethoxy
silane, phenethyl diethoxy silane, phenethyl methyl
diethoxy silane, phenethyl dimethyl ethoxy silane, phen-
cthyl triethoxy silane, (3-phenyl propyl) dimethyl chloro
silane, (3-phenyl propyl) methyl dichloro silane, N-phenyl
amino propyl trimethoxy silane, N-(triethoxy silyl propyl)
dansyl amide, N-(3-triethoxy silyl propyl)-4,5-dihydro 1mi-
dazol, 2-(tniethoxy silyl ethyl)-5-(chloro acetoxy) bicyclo
heptane, (S)—N-triethoxy silyl propyl-O-menthocarbamate,
3-(triethoxy silyl propyl)-p-nitro benzamide, 3-(triethoxy
s1lyl) propyl succinic anhydrate, N-[5-(trimethoxy silyl)-2-
aza-1-oxo-pentyl]caprolactam, 2-(trimethoxy silyl ethyl)
pyridine, N-(trimethoxy silyl ethyl) benzyl-N,N,N-trimethy]l
ammonium chloride, phenyl vinyl diethoxy silane, 3-thio-
cyanate propyl triethoxy silane, N-{3-(triethoxy silyl)
propyl}phthalamic acid, 1-trimethoxy silyl-2-(chloro
methyl) phenyl ethane, 2-(trimethoxy silyl) ethyl phenyl
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sulfonyl azide, f-trimethoxy silyl ethyl-2-pyrnidine,
trimethoxy silyl propyl diethylene triamine, N-(3-

trimethoxy silyl propyl) pyrrole, N-trimethoxy silyl propyl-
N,N,N-tributyl ammonium bromide, N-trimethoxy silyl pro-
pyl-N,N,N-tributyl ammomum chloride, N-trimethoxy silyl
propyl-N,N,N-trimethyl ammonium chloride, vinyl methyl
diethoxy silane, vinyl triethoxy silane, vinyl trimethoxy
silane, vinyl methyl dimethoxy silane, vinyl dimethyl
methoxy silane, vinyl dimethyl ethoxy silane, vinyl methyl
dichloro silane, vinyl phenyl dichloro silane, vinyl phenyl
diethoxy silane, vinyl phenyl dimethyl silane, vinyl phenyl
methyl chloro silane, vinyl triphenoxy silane, vinyl tris-t-
butoxy silane, adamanthyl ethyl trichloro silane, allyl phenyl
trichloro silane, (amino ethyl amino methyl) phenethyl
trimethoxy silane, 3-amino phenoxy dimethyl vinyl silane,
phenyl trichloro silane, phenyl dimethyl chloro silane, phe-
nyl methyl dichloro silane, benzyl trichloro silane, benzyl
dimethyl chloro silane, benzyl methyl dichloro silane, phen-
cthyl diisopropyl chloro silane, phenethyl trichloro silane,
phenethyl dimethyl chloro silane, phenethyl methyl dichloro
silane, 5-(bicyclo heptenyl) trichloro silane, 3-(bicyclohep-
tenyl) triethoxy silane, 2-(bicycloheptyl) dimethyl chloro
silane, 2-(bicycloheptyl) trichloro silane, 1,4-bis(trimethoxy
s1lyl ethyl) benzene, bromo phenyl trichloro silane, 3-phe-
noxy propyl dimethyl chloro silane, 3-phenoxy propyl
trichloro silane, t-butyl phenyl chloro silane, t-butyl phenyl
methoxy silane, t-butyl phenyl dichloro silane, p-(t-butyl)
phenethyl dimethyl chloro silane, p-(t-butyl) phenethyl
trichloro silane, 1,3-(chloro dimethyl silyl methyl) hepta-
cosane, ((chloro methyl) phenyl ethyl) dimethyl chloro
silane, ((chloro methyl) phenyl ethyl) methyl dichloro
silane, ((chloro methyl) phenyl ethyl) trichloro silane,
((chloro methyl) phenyl ethyl) trimethoxy silane, chloro
phenyl trichloro silane, 2-cyano ethyl trichloro silane,
2-cyano ethyl methyl dichloro silane, 3-cyano propyl methyl
diethoxy silane, 3-cyano propyl methyl dichloro silane,
3-cyano propyl methyl dichloro silane, 3-cyano propyl dim-
cthyl ethoxy silane, 3-cyano propyl methyl dichloro silane,
3-cyano propyl trichloro silane, and the like.

Further, 1t 1s preferred that the fluorine type silane com-
pound (surface treatment agent) has a pertluoro alkyl struc-
ture (C F,, ). This makes it possible to turther improve the
storage stability of the ultraviolet ray curable ink composi-
tion especially, and to make the gloss and the wear resistance
of the printed portion of the printed object produced by using
the ultraviolet ray curable ink composition more excellent.

Examples of the fluorine type silane compound having
such a perfluoro alkyl structure (C F, . ,) include a com-
pound represented by the following formula (3).

CHF2H+1(CHE)mSinﬂRE(S—a) (3)

In the above formula (3), “X"” is a hydrolysable group, an
ether group, a chloro group or a hydroxyl group, “R*” is an
alkyl group having carbon numbers in the range of 1 or more
but 4 or less, “n” 1s an integral number in the range of 1 or
more but 14 or less, “m” 1s an integral number 1n the range
of 2 or more but 6 or less, and “a” 1s an 1ntegral number 1n
the range of 1 or more but 3 or less.

Concrete examples of the compound having such a struc-

ture 1nclude CF,—CH,CH,—Si1(OCH,),, CF;(CF,);—
CH,CH,—S1(OCH,),, CF,(CF,).—CH,CH,—S1(OCH,),,
CF4(CF,)s—CH,CH,—S1(0C,Hy), CF5(CF,),—
CH,CH,—Si1(OCH,),, CF,(CF,),,—CH,CH,—
S1(OC,Hs),, CF4(CF,),—CH,CH,—S1(CH, )(OCH,),, CF,
(CF,);—CH,CH,—581(CH; )(OCH,)., CEF5(CE,)s—
CH,CH,—Si1(CH,)(OC,Hy),, CF;(CF,);—CH,CH,—Si

(C,.H)(OC,H.),, and the like.
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Further, as the fluorine type silane compound, a com-
pound having a perfluoro alkyl ether structure (C F, _,O)
instead of the above mentioned perfluoro alkyl structure

(C F, _.)also can be used.

Examples of the fluorine type silane compound having
such a pertluoro alkyl ether structure (C F, _,0O) include a
compound represented by the following formula (4).

C Lo, 1O(CFF2FO)F(CH2)mSiX 1HR2(3_J) (4)

In the above formula (4), “X"” is a hydrolysable group, an

ether group, a chloro group or a hydroxyl group, “R*>” is an
alkyl group having carbon numbers in the range of 1 or more

a2

but 4 or less, “p” 1s an mtegral number 1n the range of 1 or
more but 4 or less, “r” 1s an itegral number 1n the range of
1 or more but 10 or less, “m” 1s an tegral number 1n the
range of 2 or more but 6 or less, and “a” 1s an integral
number 1n the range of 1 or more but 3 or less.

Concrete examples of the compound having such a struc-
ture include CF,O(CF,0),—CH,CH,—S1(OC,H;),, CF,0

(C,F 0),—CH,CH,—Si(OCH,),, CF,O(C,F.0),
(CF,0),—CH,CH,—Si(OCH.),, CF,O(C,F.0), —
CH,CH,— Si(OCH,);,,  CF,O(C,F,0).—CH,CH,Si
(OCH,);, CF,O(C,F,0).—CH,CH,Si(CH,)(OC,H5)..
CF,O(C,F.0), CH,CH,Si(C,H.)(OCH,),, and the
like.

Next, description will be made on a fluorine type phos-
phoric acid ester in the surface treatment agent 1n detail.

As the fluorine type phosphoric acid ester, a phosphoric
acid ester having at least one fluorine atom 1n a molecule
thereol can be used.

In particular, 1t 1s preferred that the ultraviolet ray curable
ink composition of the invention includes the metal powder
constituted from the metal particles which are subjected to
the surface treatment with the fluorine type phosphoric acid
ester having a chemical structure represented by the follow-
ing formula (2).

POR (OH); (2)

where 1n the above formula (2), “R” 1s CF,(CF,), —.
ClF,(Cl,), (CHy)—,  CF5(CF,), (CH,0)—,  CE;(CE,),
(CH,CH,0O),—, CF,(CF,) O— or CF,(CF,) (CH,)0O—,
“n” 1s an mtegral number 1n the range of 1 or more but 3 or
less, “m™ 1s an integral number 1n the range of 5 or more but
1’7 or less, and “1” 1s an integral number 1n the range of 1 or
more but 12 or less.

This makes 1t possible to improve the storage stability of
the ultraviolet ray curable ink composition especially, and
the gloss and the wear resistance of the printed portion of the
printed object produced by using the ultraviolet ray curable
ink composition.

In the above formula (2), “m” 1s preferably the integral
number 1n the range of 5 or more but 17 or less, and more
preferably the integral number 1n the range of 7 or more but
12 or less. This makes 1t possible to more remarkably exhibit
the above mentioned eflects.

Further, in the above formula (2), *“1” 1s preferably the
integral number 1n the range of 1 or more but 12 or less, and
more preferably the integral number 1n the range of 1 or
more but 10 or less. This makes 1t possible to more remark-
ably exhibit the above mentioned eflects.

Further, it 1s preferred that the ultraviolet ray curable ink
composition of the mvention includes the metal powder
constituted from the metal particles which are subjected to
the surface treatment with the fluorine type phosphoric acid

ester represented by CF,(CF,). (CH,),O(P)(OH), and/or
CEF5(CL,)s (CH,),O(P)(OH)(OCH,CH,).

This ensures that the metal particles of the metal powder
are subjected to the surface treatment reliably and suih-
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ciently. As a result, it 1s possible to improve the chemical
stability and the dispersion stability of the metal particles of
the metal powder 1n the ultraviolet ray curable 1nk compo-
sition and make the storage stability and the ejection stabil-
ity for a long period of time of the ultraviolet ray curable 1nk
composition excellent. Further, in the printed object pro-
duced by using the ultraviolet ray curable ink composition,
it 1s possible to reliably arrange the metal particles of the
metal powder at the vicinity of the outer surface of the
printed portion, thereby to efliciently exhibit the character-
istics such as the gloss which are inherently possessed by the
metal material of the metal particles constituting the metal
powder. Further, even 1f a polymerizable compound having
low surface tension 1s used as a constituent material of the
ultraviolet ray curable ink composition, it 1s possible to
reliably arrange the metal particles of the metal powder at
the vicinity of the outer surface of the printed portion 1n the
printed object produced by using the ultraviolet ray curable
ink composition. Consequently, 1t 1s possible to efliciently
exhibit the characteristics such as the gloss which are
inherently possessed by the metal material of the metal
particles constituting the metal powder.

Further, 1t 1s preferred that the fluorine type phosphoric
acid ester (surface treatment agent) has a pertluoro alkyl
structure (C F, _,). This makes 1t possible to improve the
storage stability of the ultraviolet ray curable ink composi-
tion especially, and the gloss and the wear resistance of the
printed portion of the printed object produced by using the
ultraviolet ray curable 1nk composition.

The base particles may be directly subjected to the surface
treatment with the surface treatment agent (the fluorine type
silane compound, fluorine type phosphoric acid ester) as
described above, but may be preferably subjected to a
treatment with an acid or a base, and then the subjected base
particles may be preferably subjected the surface treatment
with the above surface treatment agent (fluorine type silane
compound and fluorine type phosphoric acid ester). This
makes 1t possible to reliably modity the surfaces of the base
particles with the above surface treatment agent (fluorine
type silane compound and/or fluorine type phosphoric acid
ester) due to a chemical bonding thereof, thereby exhibiting
the above mentioned effects of the invention 1n a more
ellective manner. Examples of the acid include a proton acid
such as hydrochloric acid, sulfuric acid, phosphoric acid,
nitric acid, acetic acid, carbonic acid, formic acid, benzoic
acid, chlorous acid, hypochlorous acid, sulfurous acid, hypo-
sulfurous acid, nitrous acid, hyponitrous acid, phosphorous
acid, hypophosphorous acid and the like. Among them, 1t 1s
preferably the hydrochloric acid, the phosphoric acid and the
acetic acid. On the other hand, examples of the base include
sodium hydroxide, potassium hydroxide, calctum hydroxide
and the like. Among them, 1t 1s preferably the sodium
hydroxide and the potassium hydroxide.

Each of the metal particles of the metal powder may be of
any shape such as a spherical shape, a fusiform shape or a
needle shape, but 1s preferably of a scaly shape. This makes
it possible to arrange the metal particle of the metal powder
on a recording medium, on which the ultraviolet ray curable
ink composition 1s to be applied, so that a major surface of
the metal particle of the metal powder are oriented along a
surface shape of the recording medium. Therefore, it 15 also
possible to more eflectively exhibit the gloss and the like
provided inherently by the metal material constituting the
metal particles of the metal powder 1n the printed object to
be produced, to thereby make the gloss and the high-grade
sense of the pattern (printed portion) to be formed especially
excellent. Further, 1n the case where the major surface of the
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metal particle of the metal powder 1s oriented along the
surface shape of the recording medium, 1t 1s also possible to
turther improve the water resistance of the printed portion of
the printed object. Furthermore, 1n the case where the metal
particles are not subjected to the surface treatment with the
fluorine type silane compound and/or the fluorine type
phosphoric acid ester as described above, if each of the
metal particles of the metal powder 1s of the scaly shape, the
storage stability and the ejection stability of the ultraviolet
ray curable ink composition are apt to be further remarkably
lowered. In contrast, 1n the invention, even 1f each of the
metal particles of the metal powder 1s of the scaly shape, 1t
1s possible to prevent such a problem from occurring reli-
ably. In other words, in the case where each of the metal
particles of the metal powder 1s of the scaly shape, the effects
of the mvention can be more remarkably exhibited.

In the mnvention, the scaly shape means a shape 1n which
an area of the particle observed from a predetermined
direction (that 1s, an area of each particle at a planar view
thereol) 1s larger than an area of the particle observed from
a direction orthogonal to the above observation direction,
such as a plate shape or a curved plate shape. In particular,
in the case where an area of the particle observed from a
direction where a project area thereof becomes maximum
(that 1s, an area of each particle at a planar view thereot) 1s
defined as S, (um?®) and an area of the particle observed from
a direction where the area of the particle observed from
directions orthogonal to the above observation direction
becomes maximum is defined as S, (um?), especially, a ratio
of S, to S, (S,/S,) 1s preferably 2 or more, more preferably
5 or more, and even more preferably 8 or more. For example,
as the value of this ratio, an average value of the values of
the ratios obtained by observing arbitrary 10 particles can be
used.

An average particle size (thickness) of the metal particles
of the metal powder 1s preferably 1n the range of 500 nm or
more but 3.0 um or less, and more preferably 1n the range of
800 nm or more but 1.8 um or less. This makes 1t possible
to Turther improve the gloss and the high-grade sense of the
printed object to be produced by using the ultraviolet ray
curable ink composition. Further, this also makes it possible
to make the storage stability and the ejection stability of the
ultraviolet ray curable ink composition more excellent.

An amount of the metal particles of the metal powder
contained in the ultraviolet ray curable 1nk composition 1s
preferably 1n the range of 0.5 mass % or more but 10.0 mass
% or less, and more preferably in the range of 1.0 mass %
or more but 5.0 mass % or less. In this regard, the ultraviolet
ray curable ink composition may contain two or more kinds
of powder as the metal powder. In this case, a total amount
of them 1s preferably any value which falls within the above
ranges.

Liquid Component Having Alicyclic Structure Including
Hetero Atom

The ultraviolet ray curable ink composition of the mven-
tion contains a predetermined amount of the liqud compo-
nent having the alicyclic structure including the hetero atom
in addition to the metal powder as described above and the
polymerizable compound described later.

The ultraviolet ray curable ink composition of the mnven-
tion contains an amount 1n the range of 0.05 mass % or more
but 7.0 mass % or less of the liquid component having the
alicyclic structure including the hetero atom together with
the metal powder of which metal particles are subjected to
the surface treatment with the fluorine type silane compound
and/or the fluorine type phosphoric acid ester as the surface
treatment agent, and the polymerizable compound.
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This makes 1t possible to improve the storage stability of
the ultraviolet ray curable ink composition especially, and
the gloss of the printed portion of the printed object pro-
duced by using the ultraviolet ray curable ink composition.

The reason why such excellent eflects are obtained 1s as
follows. By including the metal powder of which metal
particles are subjected to the surface treatment with the
fluorine type silane compound and/or the fluorine type
phosphoric acid ester, in the ultraviolet ray curable ink
composition applied onto the recording medium, it 15 pos-
sible to reliably arrange the metal particles of the metal
powder at the vicinity of the outer surface of the recording
medium, so that the metal particles of the metal powder
arrange at the vicinity of an outer surface of a printed portion
in the finally obtained printed object reliably. Therefore, it 1s
possible to obtain excellent gloss of the printed object
(printed portion). Further, by containing the predetermined
amount of the liquid component having the alicyclic struc-
ture 1including the hetero atom 1n the ultraviolet ray curable
ink composition, 1t 1s possible to reliably improve the
dispersion stability of the metal powder of which metal
particles are subjected to the surface treatment with the
fluorine type silane compound and/or the fluorine type
phosphoric acid ester. As a result, 1t 1s possible to reliably
prevent the metal particles of the metal powder from aggre-
gating and settling in the ultraviolet ray curable 1k com-
position for a long period of time. By acting synergistically
on the eflects, 1t 1s possible to improve the storage stability
of the ultraviolet ray curable ink composition especially, and
the gloss of the printed portion of the printed object pro-
duced by using the ultraviolet ray curable ink composition.

The excellent eflects as described above are obtained by
containing the predetermined amount of the liquid compo-
nent having the alicyclic structure including the hetero atom
together with the metal powder constituted of the metal
particles which are subjected to the surface treatment with
the fluorine type silane compound and/or the fluorine type
phosphoric acid ester 1n the ultraviolet ray curable ink
composition. In the case where one of the metal powder and
the liquid component 1s not contained 1n the ultraviolet ray
curable 1nk composition, the excellent effects as described
above are not obtained.

In the case where the metal powder of which metal
particles are subjected to the surface treatment with the
fluorine type silane compound and/or the fluorine type
phosphoric acid ester 1s contained, but the liquid component
having the alicyclic structure including the hetero atom 1s
not contained in the ultraviolet ray curable ink composition,
or the amount of the liquid component having the alicyclic
structure including the hetero atom i1s lower than a prede-
termined value, it 1s possible to reliably arrange the metal
particles of the metal powder at the vicinity of outer surfaces
of droplets of the ultraviolet ray curable ink composition.
However, the dispersibility of the metal powder in the
ultraviolet ray curable ink composition 1s lowered conspicu-
ously, thereby making the droplet ejection by the ink jet
method conspicuously unstable. In this case, the ejection
stability of the droplets of the ultraviolet ray curable ink
composition 1s lowered with time conspicuously, so that 1t
becomes diflicult or 1mpossible to perform the droplet
gjection 1n relatively a short period of time.

On the other hand, in the case where the liquid component
having the alicyclic structure including the hetero atom 1s
contained, but the metal powder of which metal particles are
subjected to the surface treatment with the fluorine type
silane compound and/or the fluorine type phosphoric acid
ester 15 not contaimned in the ultraviolet ray curable ink
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composition, the dispersibility of the metal powder are not
lowered conspicuously. However, 1t becomes diflicult to
reliably arrange the metal particles of the metal powder at
the vicinity of the outer surface of the recording medium in
the ultraviolet ray curable 1nk composition applied onto the
recording medium, so that 1t 1s not possible to obtain
sufliciently the excellent gloss of the finally obtained printed
object (printed portion) reliably.

Further, 1n the case where the amount of the liquid
component having the alicyclic structure including the het-
ero atom contained 1n the ultraviolet ray curable 1ink com-
position exceeds the predetermined value, the curing prop-
erty (velocity) at the time of curing with the ultraviolet ray
are lowered and the wear resistance of the finally obtained
printed object 1s also lowered.

In this regard, 1t 1s to be noted that the ultraviolet ray
curable ink composition may contain two or more of the
liquid component having the alicyclic structure including the
hetero atom. In this case, a total amount of them may be any
value which falls within the above ranges.

The amount of the liquid component having the alicyclic
structure including the hetero atom contained in the ultra-
violet ray curable ink composition 1s preferably in the range
of 0.05 mass % or more but 7.0 mass % or less, more
preferably in the range of 0.2 mass % or more but 5.0 mass
% or less, and even more preferably in the range of 0.5 mass
% or more but 4.0 mass % or less. This makes it possible to
exhibit the effects of the invention as described above
remarkably.

A molecular weight of the liqmd component having the
alicyclic structure including the hetero atom 1s preferably 1n
the range of 40 or more but 200 or less, more preferably in
the range of 60 or more but 180 or less, and even more
preferably 1n the range of 90 or more but 160 or less. This
makes 1t possible to exhibit the eflects as described above
remarkably. Such a liquid component, generally, has high
volatile property, and can be removed with relatively ease in
a process ol producing the printed object. Therefore, by
combining a heating process and the like with the process,
it 1s possible to efliciently prevent adverse eflects from
generating due to the liquid component remaining 1n the
finally obtained printed object.

Examples of the alicyclic structure including the hetero
atom include an oxetane structure, a tetrahydrofuran (oxo-
lan) structure, a dioxolan structure, a tetrahydropyran struc-
ture, a dioxane structure, a trioxane structure, an oxa bicycle
hexane structure, a thiethane structure, a tetrahydro thio-
phene structure, a tetrahydro thiopyran structure, a dithiane
structure, an azetidine structure, a pyrrolidine structure, a
piperidine structure, an azo bicycle heptane structure, a
quinuclidine structure, a lactone structure, a lactam struc-
ture, a cyclic urea structure, a cyclic carbonate structure, a
cyclic urethane structure, and the like. The liguid component
has preferably the lactone structure and/or the lactam struc-
ture. This makes it possible to improve the storage stability
of the ultraviolet ray curable ink composition especially, and
the gloss of the printed portion of the printed object pro-
duced by using the ultraviolet ray curable ink composition.

In the alicyclic structure including the hetero atom, the
number of atoms constituting the cyclic structure formed by
the covalent bonds in the molecule thereof 1s preferably in
the range of 5 or more but 8 or less, more preferably in the
range of 5 or more but 6 or less, and even more preferably
S (five-membered ring). This makes 1t possible to improve
the storage stability of the ultraviolet ray curable ink com-
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position especially, and the gloss of the printed portion of the
printed object produced by using the ultraviolet ray curable
ink composition.

In the alicyclic structure including the hetero atom, the
number of the hetero atom constituting a nucleus (the cyclic
structure formed by the covalent bonds in the molecule
thereol) 1s preferably 3 or less, more preferably 2 or less (for
example, v-butyrolactone, y-valerolactone, y-nonalactone,
N-methylpyrrolidone,  N-ethylpyrrolidone, tetrahydro-
turane, pipernidine, 1,3-dioxane-2-on, 2-oxazolidinone, pro-
pylene carbonate, and the like), and even more preferably 1
(for example, y-butyrolactone, y-valerolactone, y-nonalac-
tone, N-methylpyrrolidone, N-ethylpyrrolidone, tetrahydro-
furane, piperidine, and the like). This makes 1t possible to
improve the storage stability of the ultraviolet ray curable
ink composition especially, and the gloss of the printed
portion of the printed object produced by using the ultra-
violet ray curable ink composition.

Examples of the liquid component having the alicyclic
structure including the hetero atom includes y-butyrolac-
tone, N-methylpyrrolidone, 1,3-dimethyl-2-1midazolidi-
none, 1,3-dioxane-2-on, 2-oxazolidinone, propylene carbon-
ate, vy-valerolactone, y-nonalactone, M-ethylpyrrolidone,
tetrahydrofurane, piperidine, and the like. Among them, the
liquid component 1s preferably y-butyrolactone, N-methyl-
pyrrolidone, 1,3-dimethyl-2-imidazolidinone, 1.3-dioxane-
2-on, 2-oxazolidinone, and tetrahydrofurane, and more pret-
crably vy-butyrolactone and N-methylpyrrolidone. This
makes 1t possible to improve the storage stability of the
ultraviolet ray curable ik composition especially, and the
gloss of the printed portion of the printed object produced by
using the ultraviolet ray curable ik composition. Further,
such a liquid component, generally, has high volatile prop-
erty, and can be removed with ease 1n the process of
producing the printed object. Therefore, 1t 1s possible to
more reliably prevent the adverse effects from generating,
due to the liquid component remaining in the finally
obtained printed object.

Polymerizable Compound

A polymernizable compound 1s a component capable of
being cured due to polymerization thereof by being irradi-
ated with an ultraviolet ray. By containing such a compo-
nent, 1t 1s possible to improve the wear resistance, the water
resistance, the solvent resistance and the like of the printed
object to be produced by using the ultraviolet ray curable ink
composition.

The polymerizable compound 1s of a liquid state, and
preferably functions as a dispersion medium capable of
dispersing the metal powder in the ultraviolet ray curable ink
composition. Even if an amount of the polymerizable com-
pound 1s relatively high, 1t 1s possible to lower a viscosity of
the ultraviolet ray curable ink composition, thereby espe-
cially improving the ejection stability of the droplets by the
ink jet method. Furthermore, by containing the polymeriz-
able compound, it 1s also possible to improve adhesion of the
printed portion of the printed object to be formed by using
the ultraviolet ray curable ink composition with respect to
various kinds of recording media (base). In other words, by
containing the polymerizable compound, the ultraviolet ray
curable 1nk composition can exhibit excellent media respon-
sibility.

The polymerizable compound has only to be a component
capable of being polymerized by ultraviolet ray 1rradiation.
As such a polymerizable compound, various kinds of mono-
mers and various kinds of oligomers (including a dimmer, a
trimmer and the like) can be used. It 1s preferred that the
ultraviolet ray curable ink composition contains at least a
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monomer component as the polymerizable compound. Since
the monomer 1s a component having generally a viscosity
lower than that of the olygomer component or the like, the
use of the monomer 1s advantageous in that the ejection
stability of the ultraviolet ray curable ink composition can
make especially excellent.

In particular, 1t 1s preferred that a monomer having an
alicyclic structure 1s contained as the polymerizable com-
pound 1n the ultraviolet ray curable 1ink composition of the
invention. By containing the monomer having the alicyclic
structure together with the metal powder, of which metal
particles are subjected to the surface treatment with the
fluorine type silane compound and/or the fluorine type
phosphoric acid ester, and the liquid component having the
alicyclic structure including the hetero atom, 1t 1s possible to
improve the storage stability of the ultraviolet ray curable
ink composition especially, and the gloss and the wear
resistance of the printed portion of the printed object pro-
duced by using the ultraviolet ray curable ink composition.

The reason why such excellent effects are obtained 1s as
follows. By containing the monomer having the alicyclic
structure 1n the ultraviolet ray curable ink composition, 1t 1s
possible to reliably improve the dispersion stability of the
metal powder of which metal particles are subjected to the
surface treatment with the fluorine type silane compound
and/or the fluorine type phosphoric acid ester in the ultra-
violet ray curable ink composition. As a result, it 1s possible
to reliably prevent the metal particles of the metal powder
from aggregating and settling 1n the ultraviolet ray curable
ink composition for the long period of time. By acting
synergistically on such eflects and the eflects obtained by
containing both the metal powder of which metal particles
are subjected to the surface treatment with the fluorine type
silane compound and/or the fluorine type phosphoric acid
ester and the liquud component having the alicyclic structure
including the hetero atom, it 1s possible to 1improve the
storage stability of the ultraviolet ray curable ink composi-
tion especially. Moreover, it 1s possible to improve the gloss
and the wear resistance of the printed portion of the printed
object produced by using the ultraviolet ray curable ink
composition.

Examples of the monomer having the alicyclic structure
include tris(2-(metha)acryloyloxy ethyl) 1socyanurate, dicy-
clopentenyl oxyethyl (metha)acrylate, adamantyl (metha)
acrylate, v-butyrolactone (metha)acrylate, N-vinyl capro-
lactam, N-vinyl pyrrolidone, pentamethyl piperidyl (metha)
acrylate, tetramethyl piperidyl (metha)acrylate, 2-methyl-2-
adamantyl (metha)acrylate, 2-ethyl-2-adamantyl (metha)
acrylate, mevalonic acid lactone (metha)acrylate, dimethylol
tricyclodecane di(metha)acrylate, dimethylol dicyclopen-
tane di(metha)acrylate, dicyclopentenyl (metha)acrylate,
dicyclopentanyl (metha)acrylate, 1sobornyl (metha)acrylate,
cyclohexyl (metha)acrylate, (metha)acryloyl morpholine,
tetrahydrofurfuryl (metha)acrylate, phenyl glycidyl ether
(metha)acrylate, EO modified water addition bisphenol A
di(metha)acrylate, di(metha)acrylated 1socyanurate, tri
(metha)acrylated 1socyanurate, and the like. It 1s preferred
that the monomer includes one or more selected from the
group consisting of tris(2-acryloyloxy ethyl) 1socyanurate,
dicyclopentenyl oxyethyl acrylate, adamantyl acrylate, y-bu-
tyrolactone acrylate, N-vinyl caprolactam, N-vinyl pyrroli-
done, pentamethyl piperidyl acrylate, tetramethyl piperidyl
acrylate, 2-methyl-2-adamantyl acrylate, 2-ethyl-2-adaman-
tyl acrylate, mevalomic acid lactone acrylate, dimethylol
tricyclodecane diacrylate, dimethylol dicyclopentane dia-
crylate, dicyclopentenyl acrylate, dicyclopentanyl acrylate,
1sobornyl acrylate, cyclohexyl acrylate, acryloyl morpho-
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line, and tetrahydrofuriuryl acrylate. This makes 1t possible
to Turther improve the gloss and the high-grade sense of the
printed object to be produced by using the ultraviolet ray
curable ik composition. Furthermore, 1t 1s possible to
turther improve the storage stability and the ejection stabil-
ity of the ultraviolet ray curable ink composition.

Among them, 1n the case where the monomer includes
one or more selected from the group consisting of acryloyl
morpholine, tetrahydrofurfuryl acrylate, y-butyrolactone
acrylate, N-vinyl caprolactam, and N-vinyl pyrrolidone, 1t 1s
possible to further improve the dispersion stability of the
metal particles of the metal powder in the ultraviolet ray
curable 1ink composition. In addition to that, in the printed
object produced by using the ultraviolet ray curable ink
composition, 1t 1s possible to reliably arrange the metal
particles of the metal powder at the vicinity of the outer
surface of the printed portion, so that it 1s possible to further
improve the gloss of the obtained printed object.

From a point of view of further improving a curing rate of
the ultraviolet ray curable ink composition at the time of
irradiating with the ultraviolet ray and the productivity of the
printed object, 1t 1s preferred that the monomer includes one
or more selected from the group consisting of tris(2-acry-
loyloxy ethyl) 1socyanurate, dicyclopentenyl oxyethyl acry-
late, y-butyrolactone acrylate, N-vinyl pyrrolidone, dimeth-
ylol tricyclodecane diacrylate, dimethylol dicyclopentane
diacrylate, dicyclopentenyl acrylate, dicyclopentanyl acry-
late, acryloyl morpholine, and tetrahydrofurturyl acrylate.
Moreover, the monomer includes more preferably acryloyl
morpholine and/or y-butyrolactone acrylate, and even more
preferably y-butyrolactone acrylate.

Further, 1n the case where the monomer ncludes cyclo-
hexyl acrylate and/or tetrahydrofurfuryl acrylate, 1t 1s pos-
sible to further improve the tlexibility of the printed portion
formed by curing the ultraviolet ray curable 1nk composi-
tion.

From a pomnt of view of further improving the wear
resistance of the printed portion formed by curing the
ultraviolet ray curable 1ink composition, it 1s preferred that
the monomer includes one or more selected from the group
consisting of tris(2-acryloyloxy ethyl) 1socyanurate, dicy-
clopentenyl oxyethyl acrylate, adamantyl acrylate, v-buty-
rolactone acrylate, N-vinyl caprolactam, N-vinyl pyrroli-
done, dimethylol tricyclodecane diacrylate, dimethylol
dicyclopentane diacrylate, dicyclopentenyl acrylate, dicy-
clopentanyl acrylate, 1sobornyl acrylate, and acryloyl mor-
pholine. Moreover, the monomer 1ncludes more preferably
v-butyrolactone acrylate and/or N-vinyl caprolactam.

Further, in the case where the monomer 1ncludes one or
more selected from the group consisting of y-butyrolactone
acrylate, N-vinyl caprolactam, N-vinyl pyrrolidone, 1sobor-
nyl acrylate, and tetrahydrofurturyl acrylate, 1t 1s possible to
lower a shrinkage ratio of the ultraviolet ray curable ink
composition at the time of curing. Consequently, it 1s pos-
sible to ethciently prevent the gloss of the printed portion
from lowering due to occurrence of involuntary wrinkles on
the printed portion formed by curing the ultraviolet ray
curable ik composition.

An amount of the monomer having the alicyclic structure
contained in the ultraviolet ray curable 1nk composition 1s
preferably 1n the range of 40 mass % or more but 90 mass
% or less, more preferably 1n the range of 50 mass % or more
but 88 mass % or less, and even more preferably 1n the range
of 55 mass % or more but 85 mass % or less. This makes 1t
possible to improve the dispersion stability of metal particles
of metal powder especially, and therefore obtain the ejection
stability of the ultraviolet ray curable ink composition for
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the long period of time. In particular, even 1f the ultraviolet
ray curable ink composition does not contain a dispersant,
the excellent eflects as described above are obtained. In
contrast, 11 the amount of the monomer having the alicyclic
structure contained in the ultraviolet ray curable ink com-
position 1s smaller than the lower limit value noted above,
there 1s a possibility that the dispersion stability of the metal
powder of which metal particles are subjected to the surface
treatment with the fluorine type silane compound and/or the
fluorine type phosphoric acid ester 1s lowered, so that the
stability of the droplet ejection by the ink jet method 1s
lowered. Further, 1n this case, there 1s a possibility that the
stability over time of the droplet ejection of the ultraviolet
ray curable ink composition 1s also lowered. Further, if the
amount of the monomer having the alicyclic structure con-
tained 1n the ultraviolet ray curable ink composition exceeds
the upper limit value noted above, there are the following
possibilities. An amount of the metal powder existing 1n the
ultraviolet ray curable ink composition applied onto the
recording medium 1s increased by excess improvement of
the dispersion stability of the metal powder. Therefore, it 1s
difficult to reliably arrange the metal particles of the metal
powder at the vicinity of the outer surface of the ultraviolet
ray curable ink composition applied onto the recording
medium. Thus, 1t becomes diflicult to obtain enough excel-
lent gloss of the finally obtained printed object (printed
portion). In this regard, the ultraviolet ray curable ink
composition may contain two or more kinds of compounds
as the monomer having the alicyclic structure. In this case,
a total amount of them 1s preferably any value which falls
within the above ranges.

In the monomer having the alicyclic structure, the number
of atoms constituting the cyclic structure formed by the
covalent bonds 1s preferably 5 or more, and more preferably
6 or more. This makes it possible to obtain the ultraviolet ray
curable ink composition having excellent storage stability.

It 1s preferred that the ultraviolet ray curable ik compo-
sition contains a monofunctional monomer including a het-
ero atom 1n an aliciclic structure (monofunctional monomer
including a hetero ring having no aromatic property) as the
monomer having the alicyclic structure. This makes it pos-
sible to provide excellent dispersion stability ol metal par-
ticles of metal powder, and therefore obtain the ejection
stability of the ultraviolet ray curable ink composition for
the long period of time. In particular, even 11 the ultraviolet
ray curable ink composition does not contain the dispersant,
the excellent effects as described above are obtained. The
reason why the monomer having the alicyclic structure
makes the dispersion stability of the metal powder improve
1s unclear. However, the mventors consider the reason why
the hetero atom of the alicyclic structure has an appropnate
aflinity with respect to the surfaces of the metal particles,
which are modified by a fluorine atom, of the metal powder.
Examples of such a monofunctional monomer include tris
(2-(metha)acryloyloxy ethyl) 1socyanurate, y-butyrolactone
(metha)acrylate, N-vinyl caprolactam, N-vinyl pyrrolidone,
pentamethyl piperidyl (metha)acrylate, tetramethyl piper-
1dy]l (metha)acrylate, mevalonic acid lactone (metha)acry-
late, (metha)acryloyl morpholine, tetrahydrofurfuryl (imeth-
a)acrylate, and the like.

An amount of the monofunctional monomer contained 1n
the ultraviolet ray curable 1nk composition (monofunctional
monomer 1ncluding the hetero atom in the alicyclic struc-
ture) 1s preferably in the range of 10 mass % or more but 80
mass % or less, and more preferably in the range of 15 mass
% or more but 75 mass % or less. This makes 1t possible to
suppress cure shrinkage of the ultraviolet ray curable ink
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composition, thereby obtaining the ultraviolet ray curable
ink composition in which the metal particles are scattered 1n
a small amount thereol. Consequently, 1t i1s possible to
reliably use the ultraviolet ray curable ink composition for
producing the printed object provided with the pattern
(printed portion) having excellent gloss. In this regard, the
ultraviolet ray curable 1nk composition may contain two or
more kinds of compounds as the monofunctional monomer
including the hetero atom 1n the alicyclic structure. In this
case, a total amount of them 1s preferably any value which
talls within the above ranges.

In the mvention, the polymerizable compound constitut-
ing the ultraviolet ray curable ink composition may include
a monomer having no alicyclic structure.

Examples of such a monomer (monomer having no ali-
cyclic structure) include one or more selected from the
group consisting ol phenoxy ethyl (metha)acrylate, 2-(2-
vinyloxy ethoxy) ethyl (metha)acrylate, dipropylene glycol
di(metha)acrylate, tripropylene glycol di(metha)acrylate,
2-hydroxy-3-phenoxy propyl (metha)acrylate, 4-hydroxy
butyl (metha)acrylate, laury (metha)acrylate, 2-methoxy
cthyl (metha)acrylate, isooctyl (metha)acrylate, stearyl
(metha)acrylate, 2-ethoxy ethyl (metha)acrylate, benzyl
(metha)acrylate, 1H,1H,5H-octatluoro pentyl (metha)acry-
late, 2-hydroxy ethyl (metha)acrylate, 2-hydroxy propyl
(metha)acrylate, 1sobutyl (metha)acrylate, t-butyl (metha)
acrylate, ethyl carbitol (metha)acrylate, 2,2,2-trifluoro ethyl
(metha)acrylate, 2,2,3,3-tetratluoro propyl (metha)acrylate,
methoxy triethylene glycol (metha)acrylate, PO-modified
nonyl phenol (metha)acrylate, EO-modified nonyl phenol
(metha)acrylate, EO-modified 2-ethyl hexyl (metha)acry-
late, phenoxy diethylene glycol (metha)acrylate, EO-modi-
fied phenol (metha)acrylate, EO-modified cresol (metha)
acrylate, methoxy polyethylene glycol (metha)acrylate,
dipropylene glycol (metha)acrylate, 2-n-butyl-2-ethyl-1,3-
propanediol di(metha)acrylate, tetracthylene glycol di(me-
tha)acrylate, 1,9-nonanediol di(metha)acrylate, 1,4-butane-
diol di{metha)acrylate, bisphenol A EO-modified di{metha)
acrylate, 1,6-hexanediol di(metha)acrylate, polyethylene
glycol 200 di(metha)acrylate, polyethylene glycol 300
di(metha)acrylate, neopentyl glycol hydroxyl pivalate
di(metha)acrylate, 2-ethyl-2-butyl-propanediol di(metha)
acrylate, polyethylene glycol 400 di(metha)acrylate, poly-
cthylene glycol 600 di(metha)acrylate, polypropylene glycol
di(metha)acrylate, bisphenol A EO-modified di{metha)acry-
late, PO-modified bisphenol A di(metha)acrylate, trimeth-
ylol propane tri{metha)acrylate, pentaerythritol tri{metha)
acrylate, trimethylol propane EO-modified {tri{metha)
acrylate, glycerine PO-added tri{metha)acrylate, tris(metha)
acryloyl oxy ethyl phosphate, pentaerythritol tetra(metha)
acrylate, PO-modified trimethylol propane tri{metha)
acrylate, 2-(metha)acryloyloxy ethylphtalate, 3-(metha)
acryloyloxy propylacrylate, w-carboxy (metha)acryloyloxy
cthylphtalate, ditrimethylol propane tetra(metha)acrylate,
dipentaerythritol penta/hexa(metha)acrylate, dipentaerythri-
tol hexa(metha)acrylate, and the like. It 1s preferred that the
monomer includes one or more selected the group consisting
of phenoxy ethyl acrylate, 2-(2-vinyloxy ethoxy) ethyl acry-
late, dipropylene glycol diacrylate, tripropylene glycol dia-
crylate, 2-hydroxy-3-phenoxy propyl acrylate, and 4-hy-
droxy butyl acrylate. The inclusion of such a monomer
having no alicyclic structure in addition to the monomer
having the alicyclic structure makes 1t possible to 1improve
the storage stability and the ejection stability of the ultra-
violet ray curable 1ink composition especially. As are result,
it 1s possible to obtain excellent reactivity of the ultraviolet
ray curable ink composition after the ejection by the 1nk jet
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method. Further, 1t 1s possible to improve the productivity of
the printed object especially. Consequently, it 1s possible for
the pattern to be formed to exhibit excellent wear resistance.

Among them, in the case where the monomer include
phenoxy ethyl acrylate, 1n the printed object produced by
using the ultraviolet ray curable ik composition, 1t 1s
possible to reliably arrange the metal particles of the metal
powder at the vicinity of the outer surface of the printed
portion, so that 1t 1s possible to obtain the excellent gloss of
the printed portion 1n the obtained printed object reliably.

Further, 1n the case where the monomer includes 2-(2-
vinyloxy ethoxy) ethyl acrylate, 1t 1s possible to improve a
curing rate of the ultraviolet ray curable ik composition
when the ultraviolet ray i1s wrradiated i1t and the productivity
of the printed object.

Further, 1n the case where the monomer includes phenoxy
cthyl acrylate and/or 2-hydroxy-3-phenoxy propyl acrylate,
it 1s possible to 1mprove flexibility of the printed portion
formed by curing the ultraviolet ray curable ik composi-
tion.

From a point of view of further improving the wear
resistance of the printed portion of the printed object formed
by curing the ultraviolet ray curable 1ink composition, it 1s
preferred that the monomer includes one or more selected
from the group consisting of 2-(2-vinyloxy ethoxy) ethyl
acrylate, dipropylene glycol diacrylate, and tripropylene
glycol diacrylate. Moreover, the monomer includes more
preferably 2-(2-vinyloxy ethoxy) ethyl acrylate.

Further, 1n the case where the monomer includes phenoxy
cthyl acrylate, it 1s possible to lower a shrinkage ratio of the
ultraviolet ray curable ink composition at the time of curing.
Consequently, 1t 1s possible to efliciently prevent the gloss of
the printed portion from lowering due to occurrence of
involuntary wrinkles on the printed portion of the printed
object formed by curing the ultraviolet ray curable ink
composition.

An amount of a monomer other than the monomer having
the alicyclic structure contained 1n the ultraviolet ray curable
ink composition 1s preferably in the range of 5 mass % or
more but 50 mass % or less, and more preferably 1n the range
of 10 mass % or more but 40 mass % or less. This ensures
that 1t becomes easy to adjust the curing rate of the ultra-
violet ray curable ink composition, flexibility, the shrinkage
ratio of the ultraviolet ray curable ink composition at the
time of curing, and the like. In this regard, the ultraviolet ray
curable 1nk composition may contain two or more kinds of
compounds as the monomer having no alicyclic structure. In
this case, a total amount of them 1s preferably any value
which falls within the above ranges.

The ultraviolet ray curable ik composition may contain
an oligomer (including a dimer, a trimer and the like), a
prepolymer and the like other than the monomer as the
polymerizable compound. As the oligomer and the prepoly-
mer, for example, ones having the monomer as described
above as a constituent component are used. It 1s preferred
that the ultraviolet ray curable ink composition contains a
multifunctional oligomer in particular. This makes it pos-
sible to especially improve the storage stability of the
ultraviolet ray curable 1nk composition and the wear resis-
tance and the like of the pattern to be formed especially. As
the oligomer, an urethane oligomer 1 which the repeating
units are urethane units or an epoxy oligomer 1n which the
repeating units are epoxy units can be preferably used.

An amount of the polymerizable compound contained 1n
the ultraviolet ray curable ink composition 1s preferably in
the range of 70 mass % or more but 99 mass % or less, and
more preferably in the range of 80 mass % or more but 98
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mass % or less. This makes 1t possible to especially improve
the storage stability, the ejection stability and the curing
property of the ultraviolet ray curable ink composition
especially, and the gloss, the wear resistance and the like of
the printed object to be produced by using the ultraviolet ray
curable ink composition. In this regard, 1t 1s to be noted that
the ultraviolet ray curable 1nk composition may contain two
or more kinds of compounds as the polymerizable com-
pound. In this case, 1t 1s preferred that a total amount of these
compounds 1s set to a value falling within the above range.

Alcohol Component

The ultraviolet ray curable 1nk composition of the inven-
tion may contain an alcohol component having a carbon
number 1n the range of 2 or more but 4 or less 1n addition to
the metal powder, the polymerizable compound and the
liquid component having the alicyclic structure including the
hetero atom as described above. This makes it possible to
turther improve the storage stability of the ultraviolet ray
curable 1k composition especially, and the gloss of the
printed portion of the printed object produced by using the
ultraviolet ray curable 1nk composition.

An amount of an alcohol compound (alcohol component
having the carbon number in the range of 2 or more but 4 or
less) contained 1n the ultraviolet ray curable ink composition
1s preferably in the range of 0.05 mass % or more but 7.0
mass % or less, more preferably in the range of 0.2 mass %
or more but 5.0 mass % or less, and even more preferably 1n
the range of 0.5 mass % or more but 4.0 mass % or less. This
makes 1t possible to exhibit the efiects as described above
conspicuously. In this regard, 1t 1s to be noted that the
ultraviolet ray curable 1nk composition may contain two or
more kinds of alcohol components having the carbon num-
ber 1n the range of 2 or more but 4 or less. In this case, it 1s
preferred that a total amount of these compounds 1s set to a
value falling within the above range.

A molecular weight of the alcohol component having the
carbon number 1n the range of 2 or more but 4 or less i1s
preferably in the range of 46 or more but 100 or less, more
preferably in the range of 46 or more but 74 or less, and even
more preferably in the range of 46 or more but 60 or less.
This makes it possible to exhibit the eflects as described
above conspicuously.

A boiling point of the alcohol component having the
carbon number in the range of 2 or more but 4 or less
(boiling point under 1 atom) 1s preferably 1n the range of 78°
C. or more but 117° C. or less, more preferably in the range
of 78° C. or more but 100° C. or less, and even more
preferably 1n the range of 78° C. or more but 83° C. or less.
This makes 1t possible to exhibit the effects as described
above conspicuously.

Examples of the alcohol component having the carbon
number in the range of 2 or more but 4 or less include
cthanol, 1-propanol, 2-propanol, 1-butanol, 2-butanol,
2-methyl-1-propanol, 2-methyl-2-propanol, 1,2-ethanediol,
1,2-propanediol, 1,3-propanediol, 1,2-buthanediol, 1,3-
buthanediol, 1,4-buthanediol, 2,3-buthanediol, 2-methyl-1,
2-propanediol, 2-methyl-1,3-propanediol, 1,2,3-propanet-
riol, 1,2,3-buthanetriol, 1,2.4-buthanetriol, 2-methyl-1,2,3-
propanetriol, 2-hydroxymethyl-1,3-propanediol, 1,2,3.4-
buthanetetraol, compounds 1n which at least a part of the
hydrogen atoms of the above compounds 1s substituted with
a halogen atom or an amino group, and the like. Among
them, the alcohol component 1s preferably ethanol and
2-propanol. If the ultraviolet ray curable ik composition
contains ethanol and/or 2-propanol as the alcohol com-
pound, 1t 1s possible to improve the storage stability of the
ultraviolet ray curable ink composition especially. Further, it
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1s possible to improve the ejection stability of the ultraviolet
ray curable ink composition especially. Therelore, since 1t 1s
possible to efliciently remove the alcohol component at the
time of producing the printed object using the ultraviolet ray
curable 1nk composition, it 1s possible to further improve the
productivity of the printed object over the long period of
time. Moreover, it 1s possible to reliably prevent adverse
cllects from generating due to the alcohol component
remaining in the printed object.

Polyether Based Solvent

The ultraviolet ray curable ink composition of the mven-
tion may contain a polyether based solvent 1n addition to the
metal powder, the polymerizable compound, and the liquid
component having the alicyclic structure including the het-
ero atom as described above. This makes 1t possible to
improve the storage stability of the ultraviolet ray curable
ink composition and the gloss of the printed portion of the
printed object produced by using the ultraviolet ray curable
ink composition.

In the invention, it 1s to be noted that the polyether based
solvent means one that has a plurality of ether groups (ether
oxygens) 1n the molecule thereof, 1s 1n a liquid form as a
simple substance at room temperature (25° C.), and has no
ultraviolet ray curing property.

An amount of the polyether based solvent contained 1n the
ultraviolet ray curable ink composition 1s preferably in the
range of 0.05 mass % or more but 7.0 mass % or less, more
preferably 1n the range of 0.2 mass % or more but 5.0 mass
% or less, and even more preferably in the range of 0.5 mass
% or more but 4.0 mass % or less. This makes 1t possible to
exhibit the eflects as described above conspicuously. In this
regard, 1t 1s to be noted that the ultraviolet ray curable 1nk
composition may contain two or more kinds of polyether
based solvents. In this case, it 1s preferred that a total amount
of them 1s set to a value falling within the above range.

A molecular weight of the polyether based solvent is
preferably 1n the range of 40 or more but 250 or less, more
preferably in the range of 60 or more but 230 or less, and
even more preferably in the range of 90 or more but 200 or
less. This makes it possible to exhibit the effects as described
above conspicuously. Such a polyether based solvent, gen-
erally, has high volatile property, and can be removed with
relatively ease 1n the process of producing the printed object.
Therefore, by combiming the heating process and the like
with the process, it 1s possible to ethciently prevent the
adverse effects from generating due to the liquid component
remaining in the finally obtained printed object.

It 1s preferred that the ultraviolet ray curable ik compo-
sition contains a compound represented by the following
formula (10) as the polyether based solvent.

R!'—O—(CH,CH,0) —R”

where in the formula (10), each of “R'” and “R*” is
independently an alkyl group having a long chain including
a carbon number 1n the range of 1 or more but 4 or less or
a hydrogen atom, “n” 1s an integer in the range of 1 or more
but 4 or less. In the case where one of “R"” and “R>” is the

hydrogen atom, “n” 1s an integer 1n the range of 2 or more
but 4 or less. On the other hand, in the case where both “R*”

and “R>” are the hydrogen atom, “n” is 3 or 4.

(10)

n” 1s

This makes 1t possible to improve the storage stability of
the ultraviolet ray curable ink composition especially, and
the gloss of the printed portion of the printed object pro-
duced by using the ultraviolet ray curable ink composition.
Such a polyether based solvent, generally, has the high
volatile property, and can be removed with relatively ease in
the process of producing the printed object. Therefore, 1t 1s
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possible to efliciently prevent the adverse eflects from
generating due to the polyether based solvent remaining 1n

the finally obtained printed object.

It the formula (10), although each of “R" and “R*” may
be independently the alkyl group having the long chain
including the carbon number 1n the range of 1 or more but
4 or less, the carbon number 1s preferably in the range of 2
or more but 4 or less, and more preferably 2. This makes 1t
possible to exhibit the effects as described above conspicu-
ously.

It the formula (10), although “n”” may be the integer in the
range of 1 or more but 4 or less, “n” 1s preferably 1n the range
of 2 or more but 4 or less, and more preferably 2. This makes
it possible to exhibit the eflects as described above con-
spicuously.

Substance A

Furthermore, it 1s preferred that the ultraviolet ray curable
ink composition of the mvention includes a substance A

having a partial structure represented by the following
formula (3).

(9)

where in the formula (5), “R"'” is an oxygen atom, a
hydrogen atom, a hydrocarbon group or an alkoxyl group,
and each of “R*”, “R>”, “R™ and “R>” is independently a
hydrogen atom or a hydrocarbon group.

In the case where the ultraviolet ray curable 1nk compo-
sition contains the substance A having such a chemical
structure together with the metal particles subjected to the
surface treatment as described above and the liquid compo-
nent having the alicyclic structure including the hetero atom
and further the monomer having the alicyclic structure, 1t 1s
possible to make the storage stability and the curing property
of the ultraviolet ray curable ink composition excellent.
Further, in the printed object to be produced by using the
ultraviolet ray curable ink composition, 1t 1s possible to
exhibit the gloss and the high-grade sense provided inher-
ently by the metal matenial constituting the metal particles of
the metal powder efliciently. Consequently, it 1s also possible
to make the gloss and the wear resistance of the printed
portion superior, to thereby improve the durability of the
printed object.

In the above formula (5), “R"'” may be the oxygen atom,
the hydrogen atom, the hydrocarbon group or the alkoxyl
group (1n which a chain type or alicyclic type hydrocarbon
group 1s bonded to an oxygen atom), but 1s especially
preferably the hydrogen atom, a methyl group or an octyl
oxy group. This makes it possible to especially improve the
storage stability and the ejection stability of the ultraviolet
ray curable ink composition, and the gloss and the wear
resistance of the printed portion to be formed by using the

ultraviolet ray curable ink composition.
Further, in the above formula (5), each of “R*” to “R>”

may be mdependently the hydrogen atom or the hydrocar-

bon group, but 1s preferably an alkyl group having carbon
atoms 1n the range of 1 or more but 3 or less, and more

preferably a methyl group. This makes 1t possible to espe-
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cially improve the storage stability and the ejection stability
of the ultraviolet ray curable ink composition, and the gloss
and the wear resistance of the printed portion to be formed
by using the ultraviolet ray curable ink composition.

An amount of the substance A contained 1n the ultraviolet
ray curable ink composition is preferably 1n the range of 0.1
mass % or more but 5.0 mass % or less, and more preferably
in the range of 0.5 mass % or more but 3.0 mass % or less.
This makes 1t possible to especially improve the storage
stability, the ejection stability and the curing property of the
ultraviolet ray curable ik composition, and the gloss, the
wear resistance and the like of the printed object to be
produced by using the ultraviolet ray curable ink composi-
tion. In this regard, it 1s to be noted that the ultraviolet ray
curable ink composition may contain two or more kinds of
compounds as the substance A. In this case, 1t 1s preferred
that a total amount of these compounds 1s set to a value
falling within the above range.

In the case where the amount of the substance A contained
in the ultraviolet ray curable ink composition 1s defined as
X , [mass %] and the amount of the metal particles of the
metal powder contained therein 1s defined as X, , [mass %],
X , and X, , satisty preterably a relationship of 0.01<X /
X,,<0.8, and more preferably a relationship of 0.05=X /
X,,=0.4. By satistying such a relationship, 1t 1s possible to
especially improve the storage stability and the ejection
stability of the ultraviolet ray curable ink composition, and
to make the gloss and the wear resistance of the printed
portion to be formed by using the ultraviolet ray curable 1nk
composition especially excellent.

Dispersant

The ultraviolet ray curable ink composition of the mnven-
tion may contain a metal dispersant 1n a powder form
(hereimafiter, referred to as simply “dispersant’). This makes
it possible to especially improve the storage stability of the
ultraviolet ray curable ink composition.

In particular, the ultraviolet ray curable ik composition
of the invention may contain a compound having a polymer
structure and basic property as the dispersant 1n the powder
form (hereinafter, referred to as “basic polymer dispersant”™).
This ensures that the storage stability of the ultraviolet ray
curable ink composition 1s excellent.

In this regard, it 1s to be noted that a specific molecular
weight of the basic polymer dispersant 1s not limited par-
ticularly as long as the basic polymer dispersant has the
basic property and the polymer structure.

The polymer structure constituting the basic polymer
dispersant 1s not limited particularly. Examples of such a
polymer structure include an acrylic-based polymer struc-
ture (including a copolymer), a methacrylic-based polymer
structure (including a copolymer), a polyurethane-based
polymer structure, a hydroxyl group-containing carboxylate
ester structure, a polyether-based polymer structure, a sili-
cone-based polymer structure and the like.

An amine number of the basic polymer dispersant 1s not
limited particularly, but 1s preferably in the range of 3
mgKOH/g or more but 80 mgKOH/g or less, and more
preferably 1n the range of 10 mgKOH/g or more but 70
mgKOH/g or less.

Examples of the basic polymer dispersant used in the
invention include DISPERBYK-116 (produced by BYK

Japan KK), DISPERBYK-182 (produced by BYK Japan
KK), DISPERBYK-183 (produced by BYK Japan KK),
DISPERBYK-184 (produced by BYK Japan KK), DISPER-
BYK-2155 (produced by BYK Japan KK), DISPERBYK-
2164 (produced by BYK Japan KK), DISPERBYK-108
(produced by BYK lJapan KK), DISPERBYK-112 (pro-
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duced by BYK Japan KK), DISPERBYK-198 (produced by
BYK Japan KK), DISPERBYK-2150 (produced by BYK
Japan KK), PAA-1112 (produced by Nitto Boseki Co., Ltd.),
and the like.

In the case where the ultraviolet ray curable 1nk compo-
sition contains the dispersant, an amount of the dispersant
contained in the ultraviolet ray curable ink composition is
preferably 5.0 mass % or less, and more preferably in the
range of 0.01 mass % or more but 2.0 mass % or less. This
makes 1t possible to especially improve the storage stability,
the ejection stability and the curing property of the ultra-
violet ray curable ink composition, and the gloss of the
printed object to be produced by using the ultraviolet ray
curable ik composition. In this regard, 1t 1s to be noted that
the ultraviolet ray curable ink composition may contain two
or more kinds of compounds as the basic polymer disper-
sant. In this case, it 1s preferred that a total amount of these
compounds 1s set to a value falling within the above range.
I the amount of the dispersant contained in the ultraviolet
ray curable ink composition i1s too large, the ratio of the
metal particles of the metal powder existing 1n the ultraviolet
ray curable ink composition increases in the ultraviolet ray
curable ink composition applied onto the recording medium
by the excess improvement of the dispersibility of the metal
powder, so that 1t 1s dithcult to reliably arrange the metal
particles of the metal powder at the vicinity of the outer
surface of the applied ultraviolet ray curable ink composi-
tion. Consequently, there 1s a possibility that it becomes
difficult to improve the gloss of the finally obtained printed
object (printed portion) sufliciently.

Other Components

The ultraviolet ray curable 1nk composition of the inven-
tion may contain components other than the above men-
tioned components (that 1s, other components). Examples of
such other components include a photopolymerization 1ni-
tiator, a slipping agent (leveling agent), a solvent (liquid
component) other than the liquid component having the
alicyclic structure including the hetero atom, a polymeriza-
tion accelerator, a polymerization inhibitor, a penetration
accelerator, a wetting agent (moisturizing agent), a coloring
agent, a lixing agent, an antifungal agent, an antiseptic
agent, an antioxidant, a chelating agent, a thickening agent,
a sensitizing agent (sensitizing dye) and the like.

The photopolymerization initiator 1s not limited to a
specific type, as long as 1t can generate active species such
as radicals, cations and the like by being irradiated with an
ultraviolet ray, and thus can start a polymerization reaction
of the polymerizable compound. As the photopolymeriza-
tion 1nitiator, a photo radical polymerization nitiator or a
photo cation polymerization initiator can be used, but the
photo radical polymerization imitiator can be preferably
used. In the case where the photopolymerization mitiator 1s
used, 1t 1s preferred that the photopolymerization initiator
has an absorption peak within an ultraviolet region.

Examples of the photo radical polymerization mitiator
include aromatic ketones, an acyl phosphine oxide com-
pound, an aromatic onium salt compound, an organic per-
oxide, a thiocompound (e.g., a thioxanthone compound, a
thiophenyl group containing compound), a hexaaryl biimi-
dazole compound, a ketooxime ester compound, a borate
compound, an azintum compound, a metallocene com-
pound, an activated ester compound, a compound ncluding,
a carbon-halogen bond, an alkyl amine compound and the
like.

From the viewpoint of solubility with respect to the
polymerizable compound and a curing property thereof,
among them, at least one selected from the group consisting
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of the acyl phosphine oxide compound and the thioxanthone
compound 1s preferable, and a combination of the acyl
phosphine oxide compound and the thioxanthone compound
1s more preferable.

Concrete examples of the photo radical polymerization
initiator include acetophenone, acetophenone benzyl ketal,
1-hydroxy cyclohexyl phenyl ketone, 2,2-dimethoxy-2-phe-
nyl acetophenone, xanthone, fluorenone, benzaldehyde,

fluorene, anthraquinone, triphenylamine, carbazole,
3-methyl acetophenone, 4-chloro benzophenone, 4,4'-dime-
thoxy  benzophenone, 4.,4'-diamimno  benzophenone,

Michler’s ketone, benzoin propyl ether, benzoin ethyl ether,
benzyl dimethyl ketal, 1-(4-1sopropyl phenyl)-2-hydroxy-2-
methylpropane-1-on, 2-hydroxy-2-methyl-1-phenylpro-
pane-1-on, thioxanthone, diethyl thioxanthone, 2-1sopropyl
thioxanthone, 2-chloro thioxanthone, 2-methyl-1-[4-(meth-
ylthio) phenyl]-2-morpholino-propane-1-on, bis(2,4,6-trim-
cthyl benzoyl)-phenyl phosphineoxide, 2.4,6-trimethyl ben-
zoyl-diphenyl phosphineoxide, 2,4-diethyl thioxanthone, bis
(2,6-dimethoxy benzoyl)-2,4,4-trimethyl pentyl
phosphineoxide, and the like. One of them can be used alone
or two or more of them can be used 1n combination.

An amount of the photopolymerization initiator contained
in the ultraviolet ray curable ink composition is preferably 1n
the range of 0.5 mass % or more but 10 mass % or less. IT
the amount of the photopolymerization mitiator falls within
the above range, a curing rate of the ultraviolet ray curable
ink composition becomes sufliciently high, and an 1nsoluble
matter of the photopolymerization imtiator or coloring
resulting from the photopolymerization initiator 1s hardly
generated.

In the case where the ultraviolet ray curable ink compo-
sition contains the slipping agent, a surface of the printed
object becomes smooth due to a leveling eflect thereof. This
makes 1t possible to improve the wear resistance of the
printed object.

The slipping agent 1s not limited to a specific kind. As the
slipping agent, a silicone-based surfactant such as a poly-
ester-modified silicone, a polyether-modified silicone or a
polyacrilate-modified silicone, and a high molecular weight-
based surfactant such as polyacrylate and polyester can be
used, and polyether-modified polydimethyl siloxane, poly-
ester-modified polydimethyl siloxane or polyacrylate-modi-
fied dimethyl siloxane can be preferably used.

The ultraviolet ray curable ink composition of the mnven-
tion may contain the polymerization inhibitor. However,
even 1 the ultraviolet ray curable 1nk composition contains
the polymerization inhibitor, an amount of the polymeriza-
tion inhibitor contained in the ultraviolet ray curable ink
composition 1s preferably 0.6 mass % or less, and more
preferably 0.2 mass % or less. This makes 1t possible to
adjust the amount of the polymerizable compound contained
in the ultraviolet ray curable ink composition to a relatively
high value. Theretore, it 1s possible to especially improve the
wear resistance and the like of the printed portion to be
formed using the ultraviolet ray curable ink composition.
Further, 1n the 1nvention, even 1n the case where the amount
of the polymerization mhibitor 1s relatively lower 1n such a
way, 1t 1s possible to make the storage stability and the
¢jection stability of the ultraviolet ray curable ink compo-
sition sufliciently excellent.

A viscosity at room temperature (20° C.) of the ultraviolet
ray curable ik composition of the invention 1s preferably 20
mPa-s or less, and more preferably in the range of 3 mPa-s
or more but 15 mPa-s or less. This makes 1t possible to
appropriately eject the ultraviolet ray curable ink composi-
tion using the ink jet method.
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Printed Object

Next, a printed object of the invention will be described.

The printed object of the mvention 1s produced by apply-
ing the above mentioned ultraviolet ray curable ink compo-
sition onto the recording medium, and then irradiating the
ultraviolet ray curable mmk composition with an ultraviolet
ray. Such a printed object 1s provided with a pattern (printed
portion) having high gloss and wear resistance.

As described above, the ultraviolet ray curable ink com-
position according to the invention contains the predeter-
mined polymerizable compound, and thus exhibits excellent
adhesion with respect to the recording medium. Therefore,
since the ultraviolet ray curable ink composition of the
invention exhibits the excellent adhesion with respect to the
recording medium, the recording medium may be any types.
As the recording medium, an absorbent medium or an
unabsorbent medium may be used. For example, a paper
(c.g., a plain paper, a special paper for ik jet), a plastic
material, a metal, a ceramics, a timber, a shell, a natural or
synthetic fiber such as cotton, polyester or wool, a non-
woven fabric or the like can be used.

The printed object of the mvention may be used 1n any
applications, for example, may be used in trinkets or articles
other than the trinkets. Concrete examples of the printed
object of the mvention include: vehicular interior trims such
as a console lid, a switch base, a center cluster, an interior
panel, an emblem, a center console and meter nameplate;
operating portions of various kinds of electronic devices
(keyswitchs); trims exhibiting decorativeness; presentments
such as an mndex and a logo; and the like.

As a system for ejecting liquid droplets (that 1s, a system
of the 1nk jet method), a piezo system, a system for ejecting
an 1nk by bubbles which are generated by heating the ink, or
the like can be used. However, the piezo system 1s prefer-
able, for the reason that the ultraviolet ray curable ink
composition 1s difficult to be deteriorated, and the other
reasons.

The ejection of the ultraviolet ray curable ink composition
by the ink jet method can be carried out by using a
well-known liquid droplet ejection device.

The ultraviolet ray curable ink composition ejected by the
ink jet method 1s cured by being irradiated with the ultra-
violet ray.

As an ultraviolet ray irradiation source, for example, a
mercury lamp, a metal halide lamp, an ultraviolet ray light
emitting diode (UV-LED), an ultraviolet ray laser diode
(UV-LD) or the like can be used. Among them, the ultra-
violet ray light emitting diode (UV-LED) or the ultraviolet
ray laser diode (UV-LD) 1s preferable, for the reasons that
such a source has a small size, a long life time, high
ciliciency and a low cost.

While the mvention has been described hereinabove
based on the preferred embodiments, the mvention 1s not
limited thereto.

EXAMPLES

Next, description will be made on concrete examples of
the 1nvention.

1. Production of Ink Jet Composition (Ultraviolet Ray
Curable Ink Composition)

Example 1

First, prepared was a film having a flat surface and made
ol polyethylene terephthalate (surface roughness Ra: 0.02
um or less).
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Next, silicone o1l was applied onto the entirety of one
surface of the film.

Next, a coat made of Al was formed onto a surface of the
film on which the silicone o1l was applied using an evapo-
ration method.

The film (base) made of polyethylene terephthalate, on
which the Al coat was formed, was dipped mto a hiqud
constituted of diethylene glycol diethyl ether, and then
ultrasonic vibration was applied thereto. In thus way,
obtained was a dispersion liquid of scaly particles (that 1is,
particles to be used as base particles) each made of Al.

Next, CF,(CF,)(CH,),O(P)(OH), as the fluorine type
phosphoric acid ester was added into the dispersion liquid of
the particles made of Al obtained as above so that a
concentration thereof became 1 mass % to obtain a mixture.
The mixture was stirred at a temperature of 45° C. for 120
minutes to subject a surface treatment with a fluorine type
phosphoric acid ester, thereby obtaining a metal powder
dispersion liquid. The metal powder dispersion liquid was
filtered and dried to obtain metal powder.

Thus obtained metal particles of the metal powder had an
average particle size of 0.8 um and an average thickness of
60 nm (because each particle was formed 1n scaly shape).

Next, the metal powder was mixed with y-butyrolactone
as a liquid component having an alicyclic structure including
a hetero atom, y-butyrolactone acrylate as a monomer hav-
ing an alicyclic structure (polymerizable compound), phe-
noxy ethyl acrylate as the monomer having no alicyclic
structure (polymerizable compound), Irgacure 819 (pro-
duced by BASF Japan Ltd.) as a photopolymerization ini-
tiator, Speedcure TPO (produced by ACETO) as a photo-
polymerization mitiator, Speedcure DETX (produced by
Lambson Limited) as a photopolymerization initiator, and a
substance A having a chemical structure represented by the
following formula (6). By doing so, obtained was an 1nk jet
composition (ultraviolet ray curable ink composition).

(6)

OH

Examples 2 to 19

In each of the Examples 2 to 19, an ink jet composition
(ultraviolet ray curable ik composition) was produced 1n
the same manner as the Example 1, except that a constitution
(composition of each base particle and a kind of compound
used for the surface treatment (fluorine type compound)) of
the metal particles was changed as shown 1n Tables 1 and 2,
and the kinds and ratio of the raw matenals used for
preparing the ik jet composition (ultraviolet ray curable 1nk
composition) were changed as shown 1n Tables 1 and 2.

Comparative Example 1

An 1nk jet composition (ultraviolet ray curable 1nk com-
position) was produced in the same manner as Example 1,
except that particles each made of Al and not subjected to the
surface treatment were used as the metal particles of the
metal powder.




US 9,725,611 B2

31

Comparative Example 2

An 1nk jet composition (ultraviolet ray curable ik com-
position) was produced 1n the same manner as Example 1,
except that spherical Al particles produced by using a gas
atomizing method (not subjected to the surface treatment)
were used as the metal particles of the metal powder.

Comparative Example 3

An 1nk jet composition (ultraviolet ray curable ink com-
position) was produced in the same manner as Example 1,
except that NH,—(CH, );—S1(OCH,),, which was not the
fluorine type silane compound and the fluorine phosphoric
acid ester, was used 1nstead of CF,(CF,).(CH,),O(P)(OH),
as the fluorine phosphoric acid ester, and subjected to the
surface treatment to obtain the metal particles of the metal

powder.

Comparative Example 4

An 1nk jet composition (ultraviolet ray curable ink com-
position) was produced in the same manner as Example 1,
except that the amount of the liquid component having the
alicyclic structure including the hetero atom became 0.04
mass %, and the kinds and ratio of the raw materials used for
preparing the ink jet composition (ultraviolet ray curable ink
composition) were changed as shown 1n Table 2.

Comparative Example 5

An 1nk jet composition (ultraviolet ray curable ink com-
position) was produced in the same manner as Example 1,
except that the amount of the liquid component having the
alicyclic structure including the hetero atom became 7.1
mass %, and the kinds and ratio of the raw materials used for
preparing the ink jet composition (ultraviolet ray curable ink
composition) were changed as shown 1n Table 2.

Comparative Examples 6 to 9

In each of the Comparative Examples 6 to 9, an 1nk jet
composition (ultraviolet ray curable ink composition) was
produced 1n the same manner as Example 1, except that the
liquid component having the alicyclic structure including the
hetero atom was not used, and the kinds and ratio of the raw
materials used for preparing the nk jet composition (ultra-
violet ray curable ink composition) were changed as shown
in Table 2.

The constitutions of the ik jet compositions obtained in
the Examples and the Comparative Examples were shown in
Table 1 and Table 2 as a whole. In each of Tables, the amount
and the kind of the liquid component having the alicyclic
structure including the hetero atom 1n each of the Examples
and the Comparative Examples 1 to 5 were indicated 1n the
column “Liquid component”. Further, the amount and the
kind of the liquid component having no alicyclic structure in
the Comparative Example 8 were indicated in the column
“Liquid component”. Furthermore, the amount and the kind
of the liquid component having the alicyclic structure
including no hetero atom in the Comparative Example 9

were 1ndicated 1n the column “Liquid component”. Further,
in Tables, indicated were CF,(CF,)(CH,),O(P)(OH), as

“S1”, CF,(CF,)<(CH,),O(P)(OH)(OCH,CH,) as “S2”, CF,
(CF,), (CH,),0—PO(OH), as “S3”, CF4(CF,).—
CH,CH,—Si(OC,H.); as “S4”, CF, CH,CH, Si
(OCH,), as “S5”, CF4(CF,),—CH,CH,Si(OCH,), as
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“S6”, CF,(CF,)s (CH,),O—PO(OH)(OC,Hs) as “S7”, CF,
(CF,).—CH,CH,—Si1(OCH,), as “S8”, NH,—(CH,),—S1
(OCH,),—S1(OCH, ), as “S'17, y-butyrolactone as the liquid
component having the alicyclic structure including the het-
ero atom as “BL”, N-methyl-2-pyrolidone as the liquid
component having the alicyclic structure including the het-
ero atom as “NMP”, 2-imidasolidinone as the liquid com-
ponent having the alicyclic structure including the hetero
atom as “I1Z”, 1,3-dioxane-2-on as the liquid component
having the alicyclic structure including the hetero atom as
“TMC”, 2-oxazolidinone as the liquid component having the
alicyclic structure including the hetero atom as “OZ”, tet-
rahydrofuran as the liquid component having the alicyclic
structure including the hetero atom as “THF”, benzene as the
liguid component having no alicyclic structure as “BZ”,
cyclohexanone as the liquid component having the alicyclic
structure 1ncluding no peter atom as “cH”, y-butyrolactone
acrylate as the monomer having the alicyclic structure
(polymerizable compound) as “BLA”, tetrahydrofuriuryl
acrylate as the monomer having the alicyclic structure
(polymerizable compound) as “THFA”, N-vinyl capro-
lactam as the monomer having the alicyclic structure (po-
lymerizable compound) as “VC”, N-vinyl pyrolidone as the
monomer having the alicyclic structure (polymerizable com-
pound) as “VP”, acryloyl morpholine as the monomer
having the alicyclic structure (polymerizable compound) as
“AMO?”, tris(2-acryloyloxy ethyl) 1socyanurate as the mono-
mer having the alicyclic structure (polymerizable com-
pound) as “TAOEI”, dicyclopentenyl oxyethyl acrylate as
the monomer having the alicyclic structure (polymerizable
compound) as “DCPTeOEA”, adamantyl acrylate as the
monomer having the alicyclic structure (polymerizable com-
pound) as “AA”, dimethylol tricyclodecane diacrylate as the
monomer having the alicyclic structure (polymerizable com-
pound) as “DMTCDDA”, dimethylol dicyclopentane dia-
crylate as the monomer having the alicyclic structure (po-
lymerizable compound) as “DMDCPTA”, dicyclopentenyl
acrylate as the monomer having the alicyclic structure
(polymerizable compound) as “DCPTeA”, dicyclopentanyl
acrylate as the monomer having the alicyclic structure
(polymerizable compound) as “DCPTaA”, 1sobornyl acry-
late as the monomer having the alicyclic structure (polym-
erizable compound) as “IBA”, cyclohexyl acrylate as the
monomer having the alicyclic structure (polymerizable com-
pound) as “CHA”, diacrylated 1socyanurate as the monomer
having the alicyclic structure (polymerizable compound) as
“DAI”, triacrylated 1socyanurate as the monomer having the
alicyclic structure (polymerizable compound) as “TAI”,
v-butyrolactone methacrylate as the monomer having the
alicyclic structure (polymerizable compound) as “BLM”,
tetrahydrofurturyl methacrylate as the monomer having the
alicyclic structure (polymerizable compound) as “THFM”,
dicyclopentenyl oxyethyl methacrylate as the monomer hav-
ing the alicyclic structure (polymerizable compound) as
“DCPTeOEM”, adamantyl methaacrylate as the monomer
having the alicyclic structure (polymerizable compound) as
“AM”, pentamethyl piperidyl methacrylate as the monomer
having the alicyclic structure (polymerizable compound) as
“PMPM?”, tetramethyl piperidyl methacrylate as the mono-
mer having the alicyclic structure (polymerizable com-
pound) as “TMPM”, 2-methyl-2-adamanty]l methacrylate as
the monomer having the alicyclic structure (polymerizable
compound) as “MAM”, 2-ethyl-2-adamantyl methacrylate
as the monomer having the alicyclic structure (polymeriz-

able compound) as “E

EAM?”, mevalonic acid lactone meth-
acrylate as the monomer having the alicyclic structure
(polymerizable compound) as “MLM”, dicyclopentenyl



US 9,725,611 B2

33

methacrylate as the monomer having the alicyclic structure
(polymerizable compound) as “DCPTeM”, dicyclopentanyl
methacrylate as the monomer having the alicyclic structure
(polymerizable compound) as “DCPTaM”, 1sobornyl meth-
acrylate as the monomer having the alicyclic structure
(polymerizable compound) as “IBM”, cyclohexyl methacry-
late as the monomer having the alicyclic structure (polym-
erizable compound) as “CHM?”, phenoxy ethyl acrylate as
the monomer having no alicyclic structure (polymerizable
compound) as “PEA”, dipropylene glycol diacrylate as the
monomer having no alicyclic structure (polymerizable com-
pound) as “DPGDA”, tripropylene glycol diacrylate as the
monomer having no alicyclic structure (polymerizable com-
pound) as “TPGDA”, 2-hydroxy-3-phenoxy propyl acrylate
as the monomer having no alicyclic structure (polymerizable
compound) as “HPPA”, 4-hydroxy butyl acrylate as the
monomer having no alicyclic structure (polymerizable com-
pound) as “HBA”, ethyl carbitol acrylate as the monomer
having no alicyclic structure (polymerizable compound) as
“BECA”, methoxy triethylene glycol acrylate as the monomer
having no alicyclic structure (polymerizable compound) as
“MTEGA”, t-butyl acrylate as the monomer having no
alicyclic structure (polymerizable compound) as “TBA”,
benzyl acrylate as the monomer having no alicyclic structure
(polymerizable compound) as “BA”, 2-(2-hydroxy ethoxy)
ethyl acrylate as the monomer having no alicyclic structure
(polymerizable compound) as “VEER”, benzyl methacry-
late as the monomer having no alicyclic structure (polym-
erizable compound) as “BM”, urethane acrylate as the
monomer having no alicyclic structure (polymerizable com-
pound) as “UA”, DISPERBYK-182 (produced by BYK
Japan KK, an amine number 1s 13 mgKOH/g) as “D2”,
DISPERBYK-2155 (produced by BYK Japan KK, an amine
number 1s mgKOH/g) as “D3”, a compound represented by
the above formula (6) (that 1s, the substance A) as “Al”, a
compound represented by the following formula (7) (that 1s,
the substance A) as “A2”, a compound represented by the
tollowing formula (8) (that 1s, the substance A) as “A3”, a
compound represented by the following formula (9) (that 1s,
the substance A) as “A4”, Irgacure 819 (produced by BASF
Japan Ltd.) as “1c819”, Speedcure TPO (produced by
ACETO) as *“scTPO”, Speedcure DETX (produced by
Lambson Limited) as “scDETX”, UV-3500 (produced by
BYK Japan KK) as “UV3500”, hydroquinone monomethyl
cther as “MEHQ”, LHP-96 (produced by kusumoto Chemi-
cals, Ltd.) as “LHP”, and LF-1984 (produced by kusumoto
Chemicals, Ltd.) as “LF”. Furthermore, in the composition
of the constituent material of the base particles 1n the
Example 15 of Table 2, an amount of each element was
shown 1n a ratio by weight. Furthermore, arbitrary 10

Constitution of
metal powder
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particles contained 1n each ink jet composition were
observed. In each of the particles, an area of the particle
observed from a direction where a project area thereof
becomes maximum (that 1s, an area ol each particle at a

planar view thereof) is defined as S, (um?) and an area of the
particle observed from a direction where the area of the
particle observed from directions orthogonal to the above
observation direction becomes maximum 1s defined as S,
(um?), and a ratio of S, to S, (S,/S,,) was calculated to obtain
10 values. An average of the calculated 10 values was
indicated 1n Table 1 and Table 2 as a whole. Moreover, a
viscosity at 20° C. of the 1k jet composition (ultraviolet ray
curable 1nk composition) obtained in each of the Examples,
which was measured by using an oscillating type viscometer
based on JIS Z8809, was a value falling within the range of
3 mPa-s or more but 15 mPa-s or less. In this regard, it 1s to
be noted that each of D2 and D3 had the basic property and
the polymer structure (basic polymer dispersant).

(7)

Me t-Bu
Me
Me—N OCOT—C(n-C4Hg)—CH> OH
Me
Me t-Bu
= —12
()
Me Me
Me Me
H—N OCO—(CH,)g— COO N—H
Me Me
Me Me
(2)
Me
Me
H—N OCO——(CH,),CH;
Me
Me

where the substance A represented by the formula (9) 1s a
mixture ol a plurality of compounds 1n which “n” 1n the
formula 1s 10 or more but 19 or less (main components are
compounds 1n which “n” 1n the formula 1s 15 or more but 18
or less).

TABLE 1

Constitution of 1k jet composition

Metal particles of metal powder

Constituent

material Material

of used for

base surface

particles treatment Shape
Ex. 1 Al S1 Scaly
Ex. 2 Al S2 Scaly
Ex. 3 Al ST+ 82 Scaly

Average Liqud

particle component Polymerizable
S1Z€ Amount Amount  compound
[um] S/S; [mass %] Kind [mass %] Kind
0.8 23 2.0 BL  0.06 BLA/PEA
0.9 25 4.0 BL 1.2 BLA/THFA
2.0 51 2.0 BL/ 1.8/ VC/VP/

NMP 1.8 AMO/VEEA
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TABLE 1-continued
S3 Scaly 1.0 29 2.0 BL 1.0 BLM/THFM/
TAOEI/DCPTeOEA/
AA/PEA/DPGDA
S35 Scaly 0.9 24 2.0 NMP 5.5 AM/PMPM/TMPM/
MAM/EAM/DCPTeA/
PEA/TPGDA/VEEA
S7 Scaly 0.8 23 2.0 NMP 1.5 DCPTeOEM/MLM/
DMTCDDA/DCPTaA/
IBA/CHM/PEA/HPPA
S1 Scaly 0.8 23 2.0 NMP 2.0 DMDCPTA/DCPTeM/
DCPTaM/IBM/CHA/
PEA/HBA/VEEA
S1 + S2 Scaly 0.9 25 4.0 BL 2.5 BLA/THEA/
PEA/HBA/AMO
S2 Scaly 2.0 51 2.0 NMP 3.0 BLA/THEA/
VC/PEA
S4 Scaly 1.1 28 2.0 TMC 0.8 BLA/THEFA/
TBA/VEEA/UA
S5 Scaly 1.0 29 2.0 BL 4.0 BLA/THEA/
VP/PEA
S6 Scaly 0.7 19 4.0 OZ 0.7 BLA/THEFA/
VEEA/BM/UA
S7 Scaly 0.9 25 2.0 NMP 4.5 BLA/THEA/
PEA
Constitution of ink jet composition
Polymerizable
compound Dispersant Substance A Other components
Amount Amount Amount Amount
[mass %] Kind [mass %] Kind [mass %] Kind [mass %]
Ex. 1 60.0/27.74 — — Al 0.2 1c819/scTPO/ 4.0/4.0/
scDETX 2.0
Ex. 2 41.5/42.1 — — A2 0.8 1c819/scTPO/ 4.0/4.0/
scDETX/ 2.0/
UV3500/MEHQ  0.2/0.2
Ex. 3 25.8/32.1/ D2 1.4 Al 1.4 1c819/scTPO/ 4.0/4.0/
17.5/6.0 scDETX/UV3500 2.0/0.2
Ex. 4 7.4/5.1/ — — A3 0.7 1c819/scTPO/ 4.0/4.0/
31.0/32.0/ UV3500/MEHQ  0.2/0.2
5.5/4.0/2.9
Ex. 5 3.9/7.9/3.0/ — — A4 1.2 1c819/scTPO/ 4.0/4.0/
3.0/3.1/55.1/ scDETX/ 2.0/
1.7/1.2/2.0 UV3500/MEHQ  0.2/0.2
Ex. 6 3.8/3.6/ — — Al 1.0 1c819/scTPO/ 4.0/4.0/
19.6/29.1/ scDETX/ 2.0/
9.6/9.4/6.5/3.5 UV3500/MEHQ  0.2/0.2
Ex. 7 45.42/5.5/ — — Al 0.58  1¢c819/scTPO/ 4.0/4.0/
6.6/5.9/17.8/ scDETX 2.0
2.1/1.1/1.0
Ex. 8 29.1/34.0/ — — A2 0.8 1c819/scTPO/ 4.0/4.0/
9.5/6.5/3.2 scDETX/ 2.0/
UV3500/MEHQ  0.2/0.2
Ex. 9 25.2/32.77/ D2 1.4 Al 1.4 1c819/scTPO/ 4.0/4.0/
7.2/16.9 scDETX/LE 2.0/0.2
Ex. 10  26.6/23.5/ — — Al 0.4 1c819/scTPO/ 4.0/4.0/
15.0/9.5/11.8 scDETX/ 2.0/
UV3500/MEHQ  0.2/0.2
Ex. 11  33.5/34.9/ — — A3 0.8 1c819/scTPO/ 4.0/4.0/
3.5/12.9 UV3500/MEHQ  0.2/0.2
Ex. 12 24.9/23.9/ D35 0.2 Al 0.2 1c819/scTPO/ 4.0/2.0/
14.1/16.1/9.5 UV3500/MEHQ  0.2/0.2
Ex. 13 32.0/34.1/ — — A4 1.2 1c819/scTPO/ 4.0/4.0/
15.8 scDETX/ 2.0/
UV3500/MEHQ  0.2/0.2
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TABLE 2
Constitution of 1nk jet composition
Metal particles of metal powder
Material Average Liquid
used for particle component Polymerizable
surface S1Z¢ Amount Amount compound
treatment Shape [um] S/S, [mass %] Kind [mass %] Kind
S8 Scaly 1.5 39 1.0 THF 0.3 DAI/TAL/
ECA/MTEGA/
IBA/BA
S6 Scaly 1.8 47 2.0 BL 6.5 BLA/THEA/
TBA/VEEA/UA
S7 Scaly 1.5 39 2.0 BL 6.2 BLA/THEA/
VEEA/BM/UA
S3 +S4  Scaly 0.8 23 2.0 BL 5.0 BLA/THEA/
PEA
S1 Scaly 0.9 25 1.5 BL 3.6 AMO/THFA
S2 Scaly 0.9 25 1.2 NMP 3.6 AMO/THFA/
PEA
— Scaly 0.8 23 2.0 BL 3.6 BLA/PEA
— Spher- 0.8 1 2.0 BL 3.6 BLA/PEA
ical
S'1 Scaly 0.8 23 2.0 BL 3.6 BLA/PEA
S1 Scaly 0.8 23 2.0 BL 0.04 BLA
S1 Scaly 0.8 23 2.0 BL 7.1 BLA
S1 Scaly 0.8 23 2.0 — — BLA
S1 Scaly 0.8 23 2.0 — — BLA
S1 Scaly 0.8 23 2.0 BZ 3.6 BLA/PEA
S1 Scaly 0.8 23 2.0 cH 3.6 BLA/PEA
Constitution of ink jet composition
Polymerizable
compound Dispersant Substance A Other components
Amount Amount Amount Amount
[mass %] Kind [mass %] Kind [mass %] Kind [mass %]
20.8/20.0/ — — Al 1.0 1c819/scTPO/ 4.0/4.0/
18.1/17.2/ scDETX/ 2.0/
6.0/5.2 UV3500/MEHQ  0.2/0.2
27.0/26.5/ — — A2 0.8 1c819/scTPO/ 4.0/4.0/
13.8/9.5/3.5 scDETX/ 2.0/
UV3500/MEHQ  0.2/0.2
26.2/277.6/ D35 0.2 Al 0.2 1c819/scTPO/ 4.0/4.0/
14.1/9.5/3.8 scDETX/LHP 2.0/0.2
30.8/34.1/ D2 1.0 Al 1.0 1c819/scTPO/ 4.0/4.0/
15.7 scDETX/ 2.0/
UV3500/MEHQ  0.2/0.2
40.1/43.3 — — A2 0.3 1c819/scTPO/ 4.0/4.0/
scDETX/LHP/LF 2.0/0.2/0.2
36.4/40.0/ — — A2 0.6 1c819/scTPO/ 4.0/4.0/
7.0 scDETX/MEHQ 2.0/04
60.0/24.2 — — Al 0.2 1c819/scTPO/ 4.0/4.0/
scDETX 2.0
60.0/24.2 — — Al 0.2 1c819/scTPO/ 4.0/4.0/
scDETX 2.0
60.0/24.2 — — Al 0.2 1c819/scTPO/ 4.0/4.0/
scDETX 2.0
87.76 — — Al 0.2 1c819/scTPO/ 4.0/4.0/
scDETX 2.0
80.7 — — Al 0.2 1c819/scTPO/ 4.0/4.0/
scDETX 2.0
87.8 — — Al 0.2 1c819/scTPO/ 4.0/4.0/
scDETX 2.0
81.8 D2 6.0 Al 0.2 1c819/scTPO/ 4.0/4.0/
scDETX 2.0
60.0/24.2 — — Al 0.2 1c819/scTPO/ 4.0/4.0/
scDETX 2.0
60.0/24.2 — — Al 0.2 1c819/scTPO/ 4.0/4.0/
scDETX 2.0
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2. Evaluation of Stability of Ligquid Droplet Ejection
(Ejection Stability Evaluation)

The 1k jet composition prepared 1n each of the Examples
and the Comparative Examples was evaluated by tests as
described below.

First, a liquid droplet ejection device provided inside a
chamber (thermal chamber) and the ink jet composition
obtained 1 each of the Examples and the Comparative
Examples were prepared. Driving wavelorms of piezo ele-
ments were optimized, and then 2,000,000 liquid droplets of
the 1nk jet composition were continuously ejected from the
respective nozzles of the liquid droplet ejection head under
the environment of 25° C. and 55% RH. Thereafter, opera-
tion of the liquid droplet gjection device was stopped, and
then was left for 360 hours under the environment of 25° C.
and 55% RH 1n a state that the ink jet composition was filled
into flow passes of the liquid droplet ejection device.

Next, 4,000,000 liquid droplets of the 1nk jet composition
were continuously ejected from the respective nozzles of the
ink jet head under the environment of 25° C. and 55% RH.
On each of 4,000,000 liquid droplets ejected from the
specified nozzles located at the vicinity of a central portion
of the liqmd droplet ejection head after a lapse of 3600
hours, a shift length “d” between a center point of the spotted
(landed) droplet and an objective point thereotf to be spotted
was measured. An average value of the shift lengths “d” was
calculated. Based on the calculated average value, the sta-
bility of liquid droplet e¢jection was evaluated according to
the following criteria including 5 grades. In this regard, 1t 1s
to be noted that a smaller average value means that change
ol an ejecting direction of each liquid droplet 1s effectively
prevented.

A: The average value of the shift lengths “d” 1s less than
0.07 um.

B: The average value of the shift lengths “d” 1s 0.07 um
or more, but less than 0.14 um.

C: The average value of the shift lengths “d” 1s 0.14 um
or more, but less than 0.17 um.

D: The average value of the shift lengths “d” 1s 0.17 um
or more, but less than 0.21 um.

E: The average value of the shiit lengths “d” 1s 0.21 um
Or more.

3. Frequency Characteristic of Ink Jet Composition

A liqud droplet ejection device provided 1nside a cham-
ber (thermal chamber) and the 1k jet composition obtained
in each of the Examples and the Comparative Examples
were prepared. Driving wavelorms of piezo elements were
optimized, and then the liquid droplets of the ink jet com-
position were ejected from all of the nozzles of the liquid
droplet ejection head under the environment of 25° C. and
55% RH while changing a number of vibration ({frequency)
of the piezo elements. The time for ejecting the liquid
droplets 1n each frequency was set to 20 minutes. At the time
of completing the ¢jection for 20 minutes, frequencies 1n
which a number of nozzles, which have not been ejected,
was less than 1% with respect to all of the nozzles were set
as a practicable maximum frequency. Thereafter, practicable
frequencies were evaluated according to the following cri-
teria including 4 grades 1n a frequency range. In this regard,
it 15 to be noted that a larger value means that the frequency
characteristic of each liquid droplet 1s excellent.

A: The frequency 1s 15 kHz or more.

B: The frequency 1s 10 kHz or more, but less than 15 kHz.

C: The frequency 1s 5 kHz or more, but less than 10 kHz.

D: The frequency 1s less than 5 kHz.
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4. Evaluation of Storage Stability of Ink Jet Composition
(Long-Term Stability Evaluation)

4.1. Dispersibility

The 1nk jet composition obtained 1n each of the Examples
and the Comparative Examples was leit for 60 days under
the environment of 40° C. Then, the ik jet composition of

1 L was passed through a capsule filter having filtration
accuracy of 3 um (produced by YAMASHIN-FILTER

DORP.). At this time, concentrations of the ink 1n the 1nk jet
composition were measured before and after the pass. Then,
the loss of the ink jet composition by filtering coarse
particles due to dispersion deficiency 1s obtained as a
decreasing ratio of the concentration of the ink. Thereafter,
the storage stability was evaluated according to the follow-
ing criteria including 4 grades.

A: The decreasing ratio of the concentration of the 1nk 1s
less than 5%.

B: The decreasing ratio of the concentration of the ink 1s
5% or more, but less than 10%.

C: The decreasing ratio of the concentration of the 1nk 1s
10% or more, but less than 20%.

D: The decreasing ratio of the concentration of the ink 1s
20% or more, but less than 40%.

4.2 Increasing Ratio of Viscosity

The 1nk jet composition prepared in each of the Examples
and the Comparative Examples was leit for 60 days under
the environment of 40° C. Thereatter, the viscosity at 20° C.
of the 1nk jet composition obtained in each of the Examples
and the Comparative Examples was measured using an
oscillating type viscometer based on JIS Z8809, and then an
increasing ratio with respect to the viscosity of the nk jet
composition just after prepared was calculated. Based on the
increasing ratio of the viscosity, the storage stability was
evaluated according to the following criteria including 35
grades.

A: The increasing ratio of the viscosity 1s less than 5%.

B: The increasing ratio of the viscosity 1s 5% or more, but
less than 10%.

C: The increasing ratio of the viscosity 1s 10% or more,
but less than 18%.

D: The increasing ratio of the viscosity 1s 18% or more,
but less than 23%.

E: The increasing ratio of the viscosity 1s 23% or more, or
generation of foreign materials 1s observed.

5. Curing Property

The 1nk jet composition prepared in each of the Examples
and the Comparative Examples was loaded to an ink jet
printer (“PM800C” produced by Seiko Epson Corporation),
solid printing of the 1nk jet composition onto a recording
medium having a thickness of 38 um (“DIAFOIL G440E”
produced by Mitsubishi Plastics Inc.) was carried out 1n an
ink amount of 9 g/m~ in wet, and then the ink jet composition
was immediately irradiated with an ultraviolet ray (gap: 6
mm, peak wavelength: 365 nm, 1000 mW/cm”) using a
LED-UV lump (“RX firefly” produced by Phoseon Tech-
nology Inc.). Thereafter, 1t was confirmed whether or not the
ink jet composition was cured. Based on the confirmation
result, the curing property was evaluated according to the
following criteria including 5 grades. The curing or non-
curing of the ik jet composition was judged by rubbing a
surface of the 1nk jet composition with a swab and observing
whether or not a non-cured matter of the 1nk jet composition
adhered to the swab. In this regard, 1t 1s to be noted that an
ultraviolet ray 1rradiation amount in the followings A to E
can be calculated by the number of seconds when the

LED-UV lump was lighted.
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A: The 1k jet composition was cured by the ultraviolet
ray irradiation amount less than 100 mJ/cm?.

B: The ink jet composition was cured by the ultraviolet
ray irradiation amount of 100 mJ/cm” or more, but less than
200 mJ/cm?.

C: The 1nk jet composition was cured by the ultraviolet
ray irradiation amount of 200 mJ/cm” or more, but less than
500 mJ/cm”.

D: The 1k jet composition was cured by the ultraviolet
ray irradiation amount of 500 mJ/cm” or more, but less than
1,000 mJ/cm”.

E: The ink jet composition was cured by the ultraviolet
ray irradiation amount of 1,000 mJ/cm® or more, or was
never cured.

6. Production of Printed Object

An 1nterior panel as a printed object was produced by
using the ink jet composition prepared in each of the
Examples and the Comparative Examples as follows.

First, the ink jet composition was loaded to an 1nk jet
device.

Next, on a base material (recording medium) having a

curved surface portion, which was formed using a polycar-
bonate sheet with a thickness of 2 mm (“CARBOGLASS

polish” produced by ASAHI GLASS CO., LTD.), the ik jet
composition was ejected in a predetermined pattern.

Thereafter, the ink jet composition was heated at 60° C.
for 5 minutes. Then, the 1nk jet composition was 1rradiated
with an ultraviolet ray having a spectrum with maximum
values at wavelengths of 365 nm, 380 nm and 3935 nm and
an irradiation intensity of 160 mW/cm” for 10 seconds, and
thus was cured. In this way, the interior panel was produced
as the printed object.

In each of the Examples and the Comparative Examples,
10 1nterior panels (printed objects) were produced using the
ink jet composition according to the above mentioned
method.

Further, 10 interior panels (printed objects) were pro-
duced by using the 1nk jet composition prepared 1n each of
the Examples and the Comparative Examples 1n the same
method as described above, except that a base material
formed by using a polyethylene terephthalate sheet with a
thickness of 38 um (“DIAFOIL G440E” produced by Mit-
subishi Plastics Inc.), a base material formed by using a low
density polyethylene sheet (“T.U.X (L-LDPE) HC-E #80”
produced by Mitsu1 Chemicals Tohcello Inc.), a base mate-
rial formed by using a biaxial stretching polypropylene sheet
(“OP U-1 #60” produced by Mitsu1 Chemicals Tohcello
Inc.), and a base material formed by using a hard vinyl
chlornide sheet having a thickness of 0.5 mm (“SUNDAY
SHEET (transparent)” produced by ACRYSUNDAY Co.,
Ltd.) were used.

7. Evaluation of Printed Object

Each of the printed objects produced 1n the above men-
tioned way was evaluated as follows.

7.1 Evaluation of Appearance of Printed Object

The printed objects produced by using the ink jet com-
position prepared 1n each of the Examples and the Com-
parative Examples were visually observed, and appearance
of each of the printed objects was evaluated according to the
following criteria including 7 grades.

A: The printed object exhibits gloss with very high-grade
sense, and has extra excellent appearance.

B: The printed object exhibits gloss with very high-grade
sense, and has very excellent appearance.
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C: The printed object exhibits gloss with high-grade
sense, and has excellent appearance.

D: The printed object exhibits gloss with high-grade
sense, and has appropriate appearance.

E: The printed object exhibits inferior gloss, and has
slightly poor appearance.

F: The printed object exhibits inferior gloss, and has poor
appearance.

G: The printed object exhibits inferior gloss, and has extra
pOOr appearance.

7.2 Glossiness

Glossiness of pattern formation portion of the printed
object produced by using the ink jet composition prepared 1n
cach of the Examples and the Comparative Examples was
measured at a measurement angle of 60° using a gloss meter
(“MINOLTA MULTI GLOSS 268”), and the glossiness was
cvaluated according to the following criteria including 4
grades.

A: The glossiness 1s 400 or more.

B: The glossiness 1s 300 or more, but less than 400.

C: The glossiness 1s 200 or more, but less than 300.
D: The glossiness 1s less than 200.
7.3 Wear Resistance

At 48 hours having passed since the production of the
printed object produced by using the ink jet composition

prepared 1n each of the Examples and the Comparative
Examples, the printed object was subjected to a wear resis-
tance test using a Sutherland Rub Tester based on JIS
K5701. Such a wear resistance test was carried out by using
a film made of polyethylene terephthalate (“DIAFOIL
G440E” produced by Mitsubishi Plastics Inc.) as an inter-
leaving paper. Thereafter, on the printed objects after the
wear resistance test, glossiness thereof was also measured at
the measurement angle of 60° 1n the same manner as
described 1n the above [7.2]. A decreasing ratio of the

glossiness before and after the wear resistance test was
calculated, and then the wear resistance was evaluated
according to the following criteria including 5 grades.

A: The decreasing ratio of the glossiness 1s less than 5%.

B: The decreasing ratio of the glossiness 1s 5% or more,
but less than 13%.

C: The decreasing ratio of the glossiness 1s 13% or more,
but less than 23%.

D: The decreasing ratio of the glossiness 1s 23 or more,
but less than 27%.

E: The decreasing ratio of the glossiness 1s 27% or more,
or the particles are removed, so that the surface of the
recording medium 1s exposed.

These results are indicated in Table 3. In this regard, in
Table 3, 1t 1s to be noted that indicated are the printed object
formed by using the base material made of polycarbonate as
“M1”, the printed object formed by using the base material
made of polyethylene terephthalate as “M2”, the printed
object formed by using the base material made of low
density polyethylene as “M3”, the printed object formed by
using the base material made of biaxial stretching polypro-
pylene as “M4”, and the printed object formed by using the
base material made of hard vinyl chloride as “M3”.
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TABLE 3
Appearance of
Ejection Frequency Long-term stability Curing printed object (Glossiness Wear resistance
stability characteristic Dispareibility  Viscosity property M1 M2 M3 M4 M5 M1 M2 M3 M4 M5 M1l M2 M3 M4 M3
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As clearly shown 1n Table 3, the ultraviolet ray curable ink
composition of the mmvention 1s excellent 1n the liquid
droplet ejection stability, the storage stability and the curing
property. Further, the printed object of the invention exhibits
superior gloss and has excellent appearance, and the pattern
formation portion also has high wear resistance. Further, by
using the ultraviolet ray curable ink composition of the
invention, excellent results were obtained stably without the
dependency of the kind of recording medium. In contrast,
suilicient results are not obtained 1n Comparative Examples.

What 1s claimed 1s:
1. An ultraviolet ray curable ink composition adapted to
be gjected by using an ink jet method, comprising:
a polymerizable compound;
metal powder; and
a liquid component other than the polymerizable com-
pound, the liquid component having an alicyclic
structure including a hetero atom:;
wherein the metal powder 1s constituted from metal
particles subjected to a surface treatment with a
fluorine-contaiming surface treatment agent,
wherein the amount of the liquid component contained 1n
the ultraviolet ray curable ink composition 1s in the
range ol 0.05 mass % or more but 7.0 mass % or less,
and
wherein the fluorine-containing surface treatment agent 1s
at least one selected from the following formulas (1) to

(4);
P(O)R,,(OH);_, (1)

where 1 the above formula (1), “R” 1s CF,(CF,)
(CH,),— or CF,(CF,), O—, “n” 1s an integral number
in the range of 1 or more but 3 or less, “m™ 1s an integral
number in the range of 5 or more but 17 or less, and “1”
1s an integral number in the range of 1 or more but 12
or less:
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CF3(CF5)s(CH;),P(O)OH)(OCH;CH3) (2);

CF3(CF,)4(CH,),O—P(O)(OH), (3); or

CF3(CF5)s(CH;),O—P(O)(OH){OC,Hs) (4).

2. The ultraviolet ray curable 1nk composition as claimed
in claim 1, wherein the alicyclic structure including the
hetero atom of the liquid component includes a lactone
structure and/or a lactam structure.

3. The ultraviolet ray curable 1nk composition as claimed
in claim 1, wherein the alicyclic structure including the
hetero atom of the liquid component includes a cyclic
structure of a five-membered ring.

4. The ultraviolet ray curable 1nk composition as claimed
in claim 1, wherein the number of the hetero atom 1ncluded
in the alicyclic structure 1s 1.

5. The ultraviolet ray curable 1nk composition as claimed
in claim 1, wherein each of the metal particles of the metal
powder 1s constituted from a base particle and Al constitutes
at least a surface of the base particle, and the metal particle
1s subjected to the surface treatment with the fluorine-
containing surface treatment agent.

6. The ultraviolet ray curable ink composition as claimed
in claim 1, wherein the polymerizable compound 1ncludes a
monomer having an alicyclic structure.

7. The ultraviolet ray curable 1nk composition as claimed
in claim 6, wherein the amount of the monomer having the
alicyclic structure contained in the ultraviolet ray curable 1nk
composition 1s in the range of 40 mass % or more but 90
mass % or less.

8. The ultraviolet ray curable 1nk composition as claimed
in claam 6, wherein the monomer having the alicyclic
structure includes a monofunctional monomer having a
hetero atom 1n the alicyclic structure.

9. The ultraviolet ray curable 1nk composition as claimed
in claim 8, wherein the amount of the monofunctional
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monomer contained 1n the ultraviolet ray curable 1nk com-
position 1s 1n the range of 10 mass % or more but 80 mass
% or less.
10. The ultraviolet ray curable ink composition as claimed
in claam 6, wherein the monomer having the alicyclic
structure 1ncludes one or more selected from the group
consisting of tris(2-acryloyloxy ethyl) 1socyanurate, dicy-
clopentenyl oxyethyl acrylate, adamantyl acrylate, v-buty-
rolactone acrylate, N-vinyl caprolactam, N-vinyl pyrroli-
done, pentamethyl piperidyl acrylate, tetramethyl piperidyl
acrylate, 2-methyl-2-adamantyl acrylate, 2-ethyl-2-adaman-
tyl acrylate, mevalonic acid lactone acrylate, dimethylol
tricyclodecane diacrylate, dimethylol dicyclopentane dia-
crylate, dicyclopentenyl acrylate, dicyclopentanyl acrylate,
1sobornyl acrylate, cyclohexyl acrylate, acryloyl morpholine
and tetrahydrofurfuryl acrylate.
11. The ultraviolet ray curable ink composition as claimed
in claim 6, wherein the polymerizable compound includes
one or more selected from the group consisting of phenoxy
cthyl acrylate, 2-(2-vinyloxy ethoxy) ethyl acrylate, dipro-
pylene glycol diacrylate, tripropylene glycol diacrylate,
2-hydroxy-3-phenoxy propyl acrylate and 4-hydroxy butyl
acrylate 1n other than the monomer having the alicyclic
structure.
12. The ultraviolet ray curable ink composition as claimed
in claam 1, wherein the amount of the liquid component
contained 1n the ultraviolet ray curable ink composition 1s 1n
the range of 0.06 mass % or more but 1.5 mass % or less.
13. The ultraviolet ray curable ink composition as claimed
in claim 1, wherein the liquid component includes one or
more selected from the group consisting of N-methylpyr-
rolidone, 1,3-dimethyl-2-1imidazolidinone, 1,3-dioxane-2-
on, 2-oxazolidinone, propylene carbonate, y-valerolactone,
v-nonalactone, N-ethylpyrrolidone, tetrahydrofurane and
piperidine.
14. The ultraviolet ray curable ink composition as claimed
in claim 1, wherein the liqmd component 1ncludes y-buty-
rolactone and/or N-methyl-2-pyrrolidone,
wherein the polymerizable compound includes one or
more selected from the group consisting of y-butyro-
lactone acrylate, y-butyrolactone methacrylate, tetrahy-
drofurfuryl acrylate, tetrahydrofurfuryl methacrylate,
N-vinyl caprolactam, N-vinyl pyrrolidone, acryloyl
morpholine, tris(2-acryloyloxy ethyl) 1socyanurate,
dicyclopentenyl oxyethyl acrylate, dicyclopentenyl
oxyethyl methacrylate, adamantyl acrylate, adamantyl
methacrylate, pentamethyl piperidyl methacrylate,
tetramethyl piperidyl methacrylate, 2-methyl-2-ada-
mantyl methacrylate, 2-ethyl-2-adamantyl methacry-
late, dicyclopentenyl acrylate, dicyclopentenyl meth-
acrylate, mevalonic acid lactone methacrylate,
dimethylol tricyclodecane diacrylate, dicyclopentanyl
acrylate, dicyclopentanyl methacrylate, 1sobornyl acry-
late, 1sobornyl methacrylate, cyclohexyl acrylate,
cyclohexyl methacrylate, dimethylol dicyclopentane
diacrylate, phenoxy ethyl acrylate, 2-(2-hydroxy
cthoxy) ethyl acrylate, dipropylene glycol diacrylate,
tripropylene glycol diacrylate, 2-hydroxy-3-phenoxy
propyl acrylate and 4-hydroxy butyl acrylate,

wherein each of the metal particles of the metal powder 1s
constituted from a base particle and Al constitutes at
least a surface of the base particle, and

wherein the fluorine-containing surface treatment agent

includes one or more selected from CFL(CF,),

(CH,),P(O)(OH),, CF5(CE5)s(CH,),P(O)(OH)
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(OCH,CH,), CF;(CF,),4(CH,),O0—P(0O)(OH), or CF,
(CF,),(CH,),0—P(O)(OH)(OC,H,).
15. An ultraviolet ray curable ink composition adapted to
be gjected by using an ink jet method, comprising:
a polymerizable compound;
metal powder; and
a liquid component other than the polymerizable com-
pound, the liquid component having an alicyclic
structure including a hetero atom:;
wherein the metal powder 1s constituted from metal
particles subjected to a surface treatment with a
fluorine-contaiming surface treatment agent repre-

sented by CF,(CF,).(CH,),P(O)(OH), and/or CF,
(CF,)s(CH,),P(O)(OH)(OCH,CHy,), and

wherein the amount of the liquid component contained 1n
the ultraviolet ray curable ink composition 1s in the
range of 0.05 mass % or more but 7.0 mass % or less.

16. An ultraviolet ray curable ink composition adapted to
be gjected by using an ink jet method, comprising:

a polymerizable compound;

metal powder; and

a liquid component other than the polymerizable com-
pound, the liquid component having an alicyclic
structure including a hetero atom:;

wherein the metal powder 1s constituted from metal
particles subjected to a surface treatment with a
fluorine-contaiming surface treatment agent,

wherein the amount of the liquid component contained 1n
the ultraviolet ray curable ink composition 1s in the
range of 0.05 mass % or more but 7.0 mass % or less,

wherein the liquid component includes y-butyrolactone
and/or N-methyl-2-pyrrolidone,

wherein the polymerizable compound includes one or

more selected from the group consisting of y-butyro-

lactone acrylate, y-butyrolactone methacrylate, tetrahy-
drofurturyl acrylate, tetrahydrofurfuryl methacrylate,

N-vinyl caprolactam, N-vinyl pyrrolidone, acryloyl

morpholine, tris(2-acryloyloxy ethyl) 1socyanurate,
dicyclopentenyl oxyethyl acrylate, dicyclopentenyl
oxyethyl methacrylate, adamantyl acrylate, adamantyl
methacrylate, pentamethyl piperidyl methacrylate,
tetramethyl piperidyl methacrylate, 2-methyl-2-ada-
mantyl methacrylate, 2-ethyl-2-adamantyl methacry-
late, dicyclopentenyl acrylate, dicyclopentenyl meth-
acrylate, mevalonic acid lactone methacrylate,
dimethylol tricyclodecane diacrylate, dicyclopentanyl
acrylate, dicyclopentanyl methacrylate, 1sobornyl acry-
late, 1sobornyl methacrylate, cyclohexyl acrylate,
cyclohexyl methacrylate, dimethylol dicyclopentane
diacrylate, phenoxy ethyl acrylate, 2-(2-hydroxy
cthoxy) ethyl acrylate, dipropylene glycol diacrylate,
tripropylene glycol diacrylate, 2-hydroxy-3-phenoxy
propyl acrylate and 4-hydroxy butyl acrylate,

wherein each of the metal particles of the metal powder 1s
constituted from a base particle and Al constitutes at
least a surface of the base particle, and

wherein the fluorine-containing surface treatment agent

includes one or more selected from CF,(CF,).

(CH,),P(O)(OH),, CF5(CF,)s(CH,),P(O)(OH)

(OCH,CH,), CF;(CF,),(CH,),O0—P(O)(OH), or CF,

(CF,),(CH,),0—P(O)(OH)(OC,H,).

17. A printed object produced by applying the ultraviolet
ray curable ink composition defined by claim 1 onto a
recording medium, and then iwrradiating the ultraviolet ray
curable ink composition with an ultraviolet ray.
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